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Shock-wave and boundary-layer phenomena 
near a flat surface 

By a. Face, F.R S. and R F. Sargent 
At.TQAymim%cs Dimaion/i^ National Physical Laboratory 

{Received 21 September 1946 — Read 13 February 1947) 

[Platoa 1 and 2 ] 

Shock- wave and turbulent boundary -layer phenomena near the smooth flat iriutal floor of a 
Hpecially designed aupersonic tunnel are studied from traverses made with pilots statie 
pressure and surface tubes and from du^ct shadow and TAplor stnation photographs, Near- 
normal and oblique shock-wave systems, with or without a bifurcated foot, are oonsidered 
A near-nonnal shock wave and the Mach shock wave of an oblique mcident and reflected 
wave system bifurcate when the strongth, wave above the point of bifurcation 

attains a definite value Tlie height of the bifurcated foot and the angle between the two 
limbs at first increase rapidly with an increase in x ebove this value and afterwards much 
more slowly The surface pressure rises steeply immediately behmd the front limb of a 
bifurcated foot, whilst the bock limb eases the distortion of flow behind The boundary 
layer thickens rapidly and the surface friction falls steeply to zero ui the space between the 
two limbs The loss of stagnation pressure, and so the drag, is smaller than that associated 
with the flow through the main wave The rise in surface pressure and the tluokemng of the 
boundary layer are less severe, and the surface fnotion does not fall to zero, behind tho foot 
of a wave which is not bifurcated 

A comparison of the properties of a bifurcated shock wa\^ in an in Am to mviscid stream 
with those measured m the tunnel shows that tho boundary layer moieasos tho angles £| 
(see figure 3 ) which the front and back limbs moke with the undisturbed stream direotion 
and also the angle of refraction at the front limb The increases in £| and are assooiated 
with the thickening of the boundaiy layer behind the front limb , whilst the angle (£g ^ C|) 
between the limbs, which is also incraasocl, is dependent on the manner in which the surface 
layer thickens 


1 . Introduction 

I'l . A plane shock wave normal to a smooth flat surface alined in the direction 
of a uniform stream extends right down to the surface without any change in 
intensity, when the flow is two-dimensional and the fluid is invisoid. 

If the wave impinging on the surface is not normal but oblique, there is a critical 
angle of moidenoe to the surface below which the wave is reflected regularly at the 
surface, the flow beyond the reflected wave being parallel to the surface. If the 
angle of moidenoe is greaiter than the critical angle, the point of intersection of the 
incident and reflected waves is displaced outwards from the surface and a third wave, 
the Maoh wave, extends from the point of intersection right down to the surface. 
The fluid which emerges from the reflected wave has a velocity and entropy different 
from thoke in the fluid, which emerges from the Mach wave, the two fields of flow 
being separated by a vortex sheet. At the inception of this regime, the Maoh wave is 
normal to the surface, the pressures on the two sides of the vortex sheet are the same, 
but the density and temperature are different. As the point of intersection of the 
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incident and reflected waves recedes from the surface the Mach wave becomes more 
and more curved, but the direction of flow and also the pressure on the two sides 
of the vortex sheet just beyond the point of intersection tend to be the some. 

1-2 For a real fluid, the velocity in front of a shock wave cannot be uniform 
everywhere, for the velocity in the boundary layer falls to zero at the surface. The 
conditions near a surface, for both near-normal and oblique wave systems are 
therefore more complicated than those for an inviscid fluid Clearly, a shock wave 
cannot extend to the surface itself, for the flow very near the surface is subsonic. 
Further, if the part of a shock wave in the free stream at some distance from the 
surface were everywhere normal to the surface, tlie pai*t near the surfaoe could not 
bo, for the distortion of the local flow arising from the velocity gradient there will 
be associated with a distortion of the shock wave itself Shock -wave and boundary- 
layer phenomena near a surface have often been observed and photographed, in 
particular for airflow through nozzles and post aerofoils and otlier streamline bodies. 
The purpose of the present work is to examine such phenomena in some detail for 
the case of airflow along a smooth flat surface on which the boundary layer is 
turbulent. 


2 Notation 


y 

h 

A. 

A, 

S 

e 

p 

Pa 

R 

Ph 

Pi 

P 

Pa 

Pif Pi 
X 




longitudinal distance from tunnel entry 

lateral distance from floor. 

height of surface tube 

effective height of surface tube 

height of bifurcated foot of shock wave, see figure 3 

boundary layer thickness 


displacement tliickness of boundary layer, J ^1 — j dy. 
momentum thickness of boundary layer, J dy 


air density. 

atmospheric density. 

density just outside boundary layer 

stagnation density 

density in front of and behind a single-shock wave 
static pressure 
atmospheric pressure 

static pressure in front of and behind a single-shock wave, 
strength of shock-wave system: x = pJPi ^ near-normal shock wave 
and for a Mach shock wave, and pjpi for an obhque and reflected wave 
system, see figure 3. 

increase in floor pressure measured from toe of shock wave to point where 
To/(To)j falls to its miniipum value 
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H stagnation pressure of air when brought to rest adiabaticallv- 
Hj. stagnation pressure reading of pitot tube, 

stagnation pressure in front of and behind a single-Hliock wave 
q resultant velocity. 

72 resultant velocities in front of and behind a single-shock wave 
u velocity in boundary layer 
U value of u just outside boundary layer 

value of u calculated from surface-tube reading. 

Wj components of and normal to shock wave 
Vi, Va components of and q^ parallel to shock wave 
a velocity of sound 

atmospheric velocity of sound. 

M Mach number, qja. 

a* velocity of sound for state M = 1, aji = 2 

P angle between main shoek-A^ave front and undisturbed stream direction 

P 2 values of p for incident and reflected waves respectively, see figure 3b 
fi angle between the front limb of bifurcated shock wave and undisturbed 
stream direction, see figure 3a 

^2 angle between the back limb of bifurcated shock wave and undisturbed 
stream direction, see figure 3a 

angle between back limb of a bifurcated foot and velocity in front 
€ angle of refraction caused by a shock wave 

€f value of € for a bifurcated foot of a shock wave 

Tfl intensity of surface friction. 

(To)rf datum value of Tq measured 0 2 in. forward of toe of shock wave 

V kinematic viscosity 1 ^ j ^ hi 

^ n r suffix w denotes wall values. 

/I coefficient of viscosity] 

7 ratio of specific heat at constant pressure to specifiG heat at constant 
volume, 1-4 for air. 

3 Wind-tunnel APPAn.\Tus 

3'1 . The experiments wore made in a long 2 in square section tunnel fitted with 
a faired intake. A diagrammatic sketch of the tunnel is given in figure 1 and a 
photograph in figure 2. Supersonic conditions in the observation section of the 
tunnel were obtained by a detachable bulge in the roof of the tunnel, forming a 
convergent-divergent nozzle Three bulges, designated I, II and III, were used to 
give 1 6 and 1 6, respectively, in the observation section. The observation 

section had vertical walls of plate glass through which flow phenomena could be 
investigated optically and a flat floor on which boundary-layer phenomena could bo 
observed. Static, pitot and surface tubes were mounted on a sliding flat brass plate, 
designed to allow them to be traversed up and down stream This slidmg floor fitted 
into longitudinal grooves in the vertical sides of the tunnel and rested on a fixed 
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wooden floor. The leading edge of the plate was chamfered on the top surface to 
minimize flow disturbance on the floor The sliding floor was clamped in position 
by a brass seahng plate bearing on the outer surface of the wooden floor. This plate 
prevented air leakage into the tunnel, and earned a micrometer screw for traversing 
the brass floor The flow m the tunnel was induced by a flow of compressed air from 
an annular injector slot, downstream of the observation section, discharging into 
a comcal diffuser A transition piece between the observation section and the injector 
slot changed the cross-section shape of the tunnel from square to circular The 
floor at the entry section of the tunnel was roughened by a line of fine wire spikes 
projecting about 0 02 in above the surface Further, the values of Ux/v at the posi- 
tions in the tunnel whore shock-wave and boundary-layer phenomena were studied 
were large and greater than 6 x 10®, so that the flow in the boundary layer at the 
positions of observation was turbulent. 

3'2. The static tube was made of 0-035 in diameter steel tubing with a conical 
nose, 10° half angle It hod four holes 0-01 in diameter, 0-76 in back from the nose 
and symmetrically spaced around the circumference The tube was supported at 
its rear end, 2 26 in behind the pressure holes, by a vertical steel tube 0-066 in 
passing through a hole in the floor The pitot tube was constructed of tubing of the 
same bore as the static tube The two tubes were mounted side by side, 0-2 in on 
opposite sides of the central vertical plane of the tunnel, with their pressure orifices 
in the same cross-section. The pitot tube was designed to have its vertical tube close 
behind that of the static tube, to minimize tunnel blockage The two tubes could be 
traversed vertically, side by side, by a micrometer gear A static pressure hole in 
the floor was used to measure surface pressure Pressures were read on water and 
mercury manometers 

A surface tube, figure 146, was used to explore the flow very near the floor. The 
tube was offset 0 2 in from the centre bne of the floor and the pressure at its mouth 
was measured against the static pressure taken at a small hole in the floor, situated 
in the transverse cross-section passing through the tube mouth but offset 0-2 m on 
the opposite side of the centre line. The Appendix gives a description of the surface 
tube and of the method of calibration. 

4 Shock waves. Photography 

4 1 The investigation was made for two types of wave systems' (a) near-normal 
single-shock wave, with or without a bifurcated foot, (6) oblique incident and 
reflected wave system, with or without a bifurcated foot (figure 3). A near-normal 
shock wave is defined as one for which the part m the free stream at some distance 
from the floor tends to be normal to the floor The near-normal shock waves in- 
vestigated are waves terminating the supersomc field in the divergent tunnel beyond 
the throat The strength of such a wave depends on the Mach number immediately 
in front of the wave and therefore on its position. The position depends on the 
power absorbed by the induced air mixing with the mjected air. For low blowing 
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Figure 2. Photograph of tunnel and apparatus 
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presBurea of the injected air, the power absorbed was unsteady and caused a shook 
wave to oscillate rapidly with an amplitude about 1 in on either side of its mean 
position. With an increase in the blowing pressure the mean position of the shock 
wave moved downstream until a choke, caused by a displacement due to the injected 
air, was formed in the induced air downstream of the slot The shock wave then 
became steady and with a further increase in blowing pressure the power absorbed 
decreased and the now steady shock wave moved upstream. This condition, known 
as ‘over-blowing*, was used to obtain steady near-normal shock waves in the 
observation section 



(a) {b) (c) 


FrouaE 3 Sketches of shock wave systeiris (a) near-normal shock wave with bifurcated 
foot, wave strength x = PiZ/'n (^) oblique incident and reflected wave system with bifurcated 
Mach shock wave, wave strength X = PflPi> (®) ol>hque incident and reflected wave system 
without bifurcated Mach shock wave, wave strength x = Pi/Pv 

A 4° steel wedge fixed to the roof with the sharp edge facing upstream was used to 
obtain an obhque incident and reflected wave system in the observation section 
The effective angle of the wedge, and consequently the strength of the bow wave, 
was varied by tilting the wedge about its leading edge, which was always kept in 
contact With the roof The rear of the wedge was faired with plasticine after the 
incidence was set 

4 2 Two methods, direct shadow and Toplcr stnation, were used for visualization 
and photography of flow phenomena. The direct shadow method was used to give a 
sharp well-defined image of a shock wave, needed for measurements of its shape 
The Tbpler striation method gives a less clearly defined picture of shock-wave shape 
but a more detailed picture of the flow, particularly in the boundary layer The 
direct shadow was formed by collimating the light from a point source into a parallel 
beam, and projecting this beam normally through the observation section on to a 
screen or photographic plate 

A full account of Topler’s stnation method is given in a paper by Schardin (1934) 
The optical system used in the present work is shown m figure 4 Details of the 
boundary-layer flow were obtained by setting the straight-edged diaphragms C 
and F parallel to the longitudinal axis of the tunnel. For visual observation, a high- 
pressure mercury arc was used as a source. For photography, a spark from an 
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induction coil, passed between magnesium electrodes in a glass capillary fcube, was 
used After several sparks had been discharged the inside surface of the glass wall 
of the tube between the electrodes became frosted, and the tube itself became a 
light source giving a straight, brilliant uniform beam directed along the axis of the 
system A 126 cm Goerz Dogmar //7 Jens was used in both systems 



Fiaumc 4 Optical liiTanRoment for T6plor Htnation inethod. 


Photographs of near-normal waves of different strengtli arc given in figure 5a-i, 
plate 1, and in figure 6^4, plate 2 Photographs of oblique incident and reflected 
wave systems are given m figure 6m-r/ For description of plates see p 20 

4 3. The strength, x* ^ near-normal shock wave with or without a bifurcated 
foot, is specified by the value of pj/pi at y = 0 76 in., where and are the static 
pressures just in front of and behind the main shock wave, see figure 3a that of an 
oblique incident and reflected wave system without a Mach shook wave by the value 
of Pa/pi at y = 0-76 in , where is the pressure just in front of the incident wave 
and pj, is the pressure J ust behind the reflected wave, figure 3 c and that of an oblique 
incident and reflected wave system with a Mach shock wave and bifurcated foot by 
the value oip^jp^ taken at the mid-point of the Mach shock wave, figure 36 The 
values of x were obtained by calculation for values of p^ and measun*d m front 
of the shock waves and for measurements of shock-wave angles obtained from the 
photographs. 

4 4 The sequence given by the photographs rf, c, e-i of figure 5, plate 1, shows 
how the shape of a near-normal shock wave near the surface changes with the wave 
strength x ^ high value of a wave bifurcates as it approaches the surface 
whereas for a low value of it does not. The bifurcation is such that the front limb 
IS inclined forward to the surface, whilst the back limb is shorter and inclined back- 
ward. The photographs c-g, X^ ^ show that the height, of the bifurcated toot, 
i e. the height of the point of bifurcation above the surface, diminishes with a 
decrease m x^ Photograph A, taken for x = 1-84, shows a wave about to bifurcate, 
and photograph for x = 1'*'52, a wave that does not bifurcate. Photographs of 
near-normal shock waves are also given in figure 6j\ fc, plate 2, 'fhe first, for X = 1 U80, 
the lowest value in the experiments, shows a wave which has not bifurcated, whilst 
the second for x = 2-33, the highest value, shows a wave with a well-formed bifur- 
cated foot AH the photographs show, as would be expected, that the shock waves 
do not extend right down to the surface They also show that the layer of air passing 
between the toe of a shock wave and the surface thickens beyond the toe and that 
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the rate of thickening increases with the value of x- thickening is shown in 
more detail in the Topler striation photographs, figures 6a, b and 61. It will be 
noticed that the weak waves without a bifurcated foot, figures 5h,i and 6j, also 
show some thickening of the surface layer behind the toe. The toe of a wave is 
taken to be the lower end of the front hmb, when the wave has a bifurcated foot, and 
the lower end of the wave, when it has not. 

4-6 Direct shadow photographs of oblique mcident and reflected wave systems 
are given in figure Qfn,n,q. Photograph m shows that an oblique incident and re- 
flected wave system has a Mach shock wave with a bifurcated foot when x = 
photograph n that a system has a short Mach shock wave without a bifurcated foot 
when X— l''^^! photograph q that reflexion occurs with a short normal wave 
at the foot when ^ = 1 Values ofpjp^ for the incident waves of these systems 
were calculated for measured values of and For these values of pjpij 0-789, 
0-774 and 0-811, respectively, the theoretical limiting values of for regular re- 
flexion are 127-8, 128-8 and 126-6°, respectively. The values of obtained from the 
photographs are 126-1, 129-2 and 131 8°, respectively. For inviscid flow (no boun- 
dary layer), a Mach shock wave would therefore be expected for the first system but 
not for the other two systems Photograph m and the corresponding Topler stnation 
photograph o show the rapid thickening of the layer of air which passes between the 
toe of the bifurcated foot and the surfiace. Photographs n and p show that the rate 
of thickening for a short Mach wave which has not bifurcated is smaller. The incident 
waves m all the photographs are straight, but the reflected waves are curved, especi- 
ally near the point of reflexion. 


5 Surface friction and fbessuhe below shock waves 

6-1 Figure 7 gives curves of static pressure pjp^ ^i^d of surface friction ratio 
'^q/(^o)ci> where (Tq)^ is a datum value of Tq measured 0 2 m in front of the toe position, 
obtamed from measurements taken on the floor below the near-normal shock waves 
shown m figures 5d and 6j-2, plates 1 and 2, and also for the oblique incident and 
reflected wave systems shown in figure 6 m-q. The position of the toe of each system 
is marked on the curves by a vertical arrow Figure 9 b gives values of 
obtained, for the near-normal shock wave shown in figure 5c, from readings taken 
for the surface tube set at four heights, 0-009, 0-011, 0 012 and 0 016^ m , above 
the surface The readings for the different heights are seen to be reasonably con- 
sistent and accordingly the readings for the other systems were taken for the tube 
at one height, 0-011 in , only. 

6-2. The curves of p/pj show that the static pressure on the floor immediately 
behind a toe rises with an increase in the distance beyond the toe and that the 
pressure gradient there is quite steep for the higher values of x Further beyond 
a toe, the gradient is much more gradual and tends to be linear The curves of ro/(ro) ^ 
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show that the intensity of surface Inotion on the floor unmediately behind a toe 
falls with the distance beyond the toe The minimum value of ultimately 

reached depends on the value of x >>nd is zero for the higher values of x Table I 


T ‘“rTT 


>TT;2n 


1 1 l~TT I 



in 


Fiqube 7. Curves of norma] preaauro and friction on floor below shock waves 

gives minimum values of and also values of where is the rise in 

floor pressure from the toe position to the point where {rjT^)^ has its minimum value, 
obtained from the curves of flguros 7 and 06. 









Type A, near-normal shock wave with a bifurcated foot, see figure 3a 
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6. Shoctk-wave bifurcation 

6-1 Values of hf, [W(^o)rf]inin X the shock waves shown 

in figures 6 and 0 are given in table 1 Figure H gives the values of Ay, 

^pIPa [''■o/(^o)fi]inin this table plotted against x Distinctive symbols are 
plotted to indicate the type of wave system, whilst the small letters placed near them 
give references to the photographs m hgures 5 and 6, plates I and 2 



Fioure fi Dependence of propertieH of shock waves on wave strength. • noar-normui shock 
wave with bifurcated foot, & near-normal shock wave without bifurcated foot, x oblique 
incident and reflected wave system with Mach sJiock wave and bifurcated foot, oblique 
incident and reflected wave system with short Much shock wave without bifurcaNxl foot. 
Small letters refer to photographs in figures 6 and 0, plates 1 and 2. 

Figure 8a, b show that the bifurcation of the foot of either a near-normal or an 
oblique incident and reflected wave system with a Mach shoe k wave does not occur 
until a wave strength » 1-8 is reached. Above this value of x* both Ay and (gg — 
at first increase rapidly and then change slowly with x- four values of Ay and 
(gj** — plotted for = 2-11 (c) were obtained from four different photographs 
and they are included to give a measure of the degree of consistency in the obser- 
vations. Figure 8c,d show that = 0-176 and [To/(To)dlmiD =0 for wave 
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systems with a well-formed bifurcated foot, ;^> 2-0. and that increases and 

[^o/(^o)ii]inio. decreases, but not to zero, for the waves without a bifurcated foot, 
with an increase in x from 1 to 1-8. 

7. Detailed explorations for a near-normal bifuroated shock wave 

7-1. Information on the nature of a near-normal shock wave with a bifurcated 
foot was obtained from detailed explorations made for a wave system which closely 
resembled that shown in figure 6a,c. The readings taken, together with the results 
of calculations made from them, are given in figure 9a-c Figure 9c gives curves of 
plpj^t Hjpj^ and q/a^ plotted against x, obtained from explorations made through 
the mam shock wave at ^ = 1 and 0-76 in , and through the bifurcated foot at 
y = 0-4 in The readings of static pressure taken immediately in front of the shock 
wave could not be accepted partly because the wave front itself was distorted 
locally by the boundary layer on the horizontal stem of the tube passing through the 
wave and partly because the wave had a small longitudinal movement The readings 
taken at a distance about 0-2 in forward of the wave front were, however, satis- 
factory for they were found to be in very close agreement with those taken in the 
supersonic stream without the wave present, see dots and crosses in figure 9c- 
The static pressure immediately in front of the wave was accordingly taken to be 
the same as that measured at the same position in the stream without the wave 
present The same procedure was used to get the stagnation pressure immediately 
in front of the wave No readings of static and stagnation pressures were taken 
immediately behind the wave because it was considered preferable to calculate them 



PiQURB 9. Properties of near-normal shock wave of type shown ui figure 5 c, plate 1. 
• with shock wave m tunnel, x without shook wave, ® from shook -wave calculations 
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by the standard shook -wave relations from readings taken in front The calculated 
values are shown by points in circles in figure 9c. they are reasonably consistent 
with the readings taken farther behind the wave The curves of figure 9 c show that 
whereas the rise in static pressure and the fall in velocity through the bifurcated 
foot do not differ much from those through the mam wave at y = 0-76 in., the loss 
in stagnation pressure is about 50 % smaller 

7-2 It should be mentioned that the values of the stagnation pressures 
estimated from readings of taken in the supersonic flow in the observation section 
in front of a shock wave were about 4 % lower than the atmospheric pressure, 
There was, therefore, an increase in entropy during the Aow^ of the air down the 
tunnel. This increase is due to losses of mechanical energy associated with con- 
densation shock waves Such waves were observed in and near the tunnel throat 
and their nature depended on the humidity of the air outside Uncertainty ansmg 
from the effects of humidity on the observations giv^n is, however, considered to be 
quite small, for observations wore taken only on days eff low humidity and, in 
general, they could be repeated with good accuracy 

7-3. Figure 9 a, 6 taken m conjunction show that the steep rise in pjpjt and the 
steep fall in 7 q/(To)^ along the floor occur within the two limbs of the bifurcated foot 
The flow lines given in figure 9a were obtained from shock-wave calculations It is 
seen that the stream passing through the main shook wave just above the point of 
bifurcation is deflected upwards by 6 9° and that through the bifurcated foot just 
below by 6-6°. The points in circles are on flow lines obtained from moss-flow 
calculations made for the data in figure 10 and calculated angles of deflexion. These 



Fiquiie 10 Lateral traverses mode for near-normal shook wave, flgure 6a, c, plate 1. 

Shock-wave toe at a: = 13 2 in 1 • steofly reading. 

Traverse at x = 13 Q in / □ unsteady reading. 

Traverses m tunnel \ x x = 13'9 in 

Without shock wave present / 0 x = 13 0 in 
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flow lines are seen to be in close agreement with those obtained from the shock-wave 
calculations The shaded areas at the floor give the thickness of boundary layec 
before and after passing the bifurcated foot, obtained from the Topler striation 
photograph figure 5a These thicknesses are marked on curves of Hjpj^ and 
obtained from pitot and static-pressure traverses, in figure 10 and it is seen that they 
agree reasonably well with those which would bo estimated from the curves. The 
thickness increases from about 0'06 in in front of the wave foot to about 0-22 in. 
behind. The short wavy linos in figure 9a mdicate regions behind the wave where 
the readings of were unsteady, see also figure 10 These regions are behind 
the point of bifurcation and the lower end of the back limb. 

8 Bifurcated shock-wave theory 

8- 1 It IB convenient at this stage to consider the properties of a shock wave in an 
infinite uniform inviscid stream, when the wave is bifurcated at its lower end The 
wave system envisaged is that shown m figure 3a, except that there is now no floor 
and the front and back limbs, BC and CD, of the bifurcated foot extend to infinity 
Information on such a system can be obtained on the assumptions that the fluid 
passing through the bifurcated foot emerges with the same pressure and in the 
same direction as that passing through the main wave and that these two streams 
are separated by a vortex shc^et, the velocity, density, stagnation pressure and 
entropy on opposite sides of the sheet being diiferent It is obvious that the possible 
ranges of and £2 ^ bifurcated foot, for any assigned value of Jlf^, are limited, 

for cannot be smaller than sin~^ a^nd it cannot be greater than the angle for 

which the Mach number behind the front limb is unity, for, if it wore, a back limb 
could not exist. Figure 1 1 gives the theoretical limits of within winch bifurcation 
is possible for the range 1 < < 1-6. The possible range of increases with and 



Ho rr II M, 1-1 M IB IS 

Figukb 11. Theoretical lunita of within which bifurcation is possible. 
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is small at low values of The values of measured for the near-normal systems 
shown in the photographs of figures 6c-g, plate 1, and 6 k, plate 2, are plotted in 
figure 1 1 each value lies about midway between the theoretical limits 

8-2. Figure 12 gives theoretical curves of e/ ( = e°), aa°. pjp^ ( = jijpi) 

plotted against for a bifurcated shock wave in an infinite stream for which 
Ml = 1 46. This value of Mi was chosen because it is close to the values for which 
the well-formed bifurcated waves shown in figures 5c,d, plate 1, and 6Jfc, plate 2, 
were obtained The possible ranges of pjpi ( = pjpi), ii°, gg”. ( = e”) and ag^ 
for which bifurcation can occur arc 62-7 to 98-0, 1 70 to 2 274 (max.) to 2-23, 62 7 to 
43 8, 62'7 to 98*0, 10-4 to 10-0 (max ) to — 5 76 and 62 3 to 08 respectively The first 
value of each pair is that for which a back limb is just about to appear and for whicli 
the front limb is continuous with the mam shock wave and the second value is 
that for which the front limb is )ust about to disappear and the back limb is 
continuous with the main wave The curves near the lower limit of ^ are shown 
dotted because the accuracy of the calculations made for this region is not high 
they are intended to indicate general trends only 



Figure 12. Theoretical curves for shock wave in an in6nite inviscid stream, — 1 46. 

8-3 Figure 13 gives the velocity and stagnation pressure behind the main shock 
wave and also behind the bifurcated foot for the possible range of fi from 62-7 to 
98° The parts of the curves for the bifurcated foot near the lov er limit of p are shown 
dotted because the accuracy of the calculations made for this region is not high The 
velocity and also the stagnation pressure behind a bifurcated foot ore greater than 
those behind the main shock wave, the differences being greatest near the middle 
of the p range. The loss of stagnation pressure behind the bifurcated foot is there 
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about one-half of that behind the main wave. Sinoe drag is closely proportional to 
the loss of stagnation pressure, the drag of the bifurcated foot is also about one-half 
of that of the main wave. 



Fiquhs: 13. Comparison of velooity and stagnation pressure 
behind mam 'wave and bifurcated foot. 


9. Comparison op theory and experiment. Effect op boundary layer 

9-1. The effect of the boundaiy layer on bifurcation phenomena at the foot of 
a near-normal shock wave can be illustrated by a comparison made between pro- 
perties measured in the tunnel with those calculated for a mam wave having the 
same strength in an infinite stream at the same Mach number Such a companson^ 
based on data given earlier in the paper, is made in table 2. 

Table 2 




(«) 

M, 

61 “ 


(C.-fiir 




bifurcated 

figure Rc, plate 1 

77 

1-407 
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103 

60-6 
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— 

near-noimal 

figure plate 1 

77 

1-443 

52-6 

101 

48-6 

— 
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waves m 

figure 6ik, plate 2 

77 

1-472 
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110 

66-7 

— 
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— 

tunnel 

means for the 

77 

1-44 

63 

100 

62 

94-8 

6-2 

6-6 
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(b) 
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theory. 

from curves of 

77 

1-46 

47-6 

82-0 

36 

79-7 

2-0 

8-6 


Infinite figure 12 

stream 

(а) Measured just above the point of bifurcation. 

( б ) Caloulated for the system shown in figure 9a, which closely resembles the mean of the 
wind-tunnel systems. 
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The presence of the boundary layer on the floor is seen to increase f 

the angle which the back limb makes with the local stream direction in front and 
e^t the angle of refiraction through the front limb, but to decrease ey, the angle of 
refraction through the bifurcated foot. It is the thickening of the boundary layer 
behind the front hmb which causes the increase in and so the increase in The 
angle (f j — between the front and back limbs is then dependent on the manner 

in which the layer thickens between the hmbs 

9- 2, The question now arises why the weaker near-normal waves shown in figures 
5 A, t, plate 1, and 6j, plate 2, have not bifurcated. The values of for these waves are 
1'310, 1-206 and l-OSO, and the possible ranges of given by the curves of figure 1 1 
for an infinite inviscid stream are 60 to 65, 56 to 68 and 68 to 75° respectively. The 
effect of the boundary layer on the floor is to increase above the theoretical value 
for an infinite stream, so that the values of would have been high if bifurcation had 
occurred. The foot of the wave in figure 5 A does, in fact, give a faint indication of 
bifurcation with the front limb mclined at a high value of and whilst the foot of 
the wave in figure 6t has not bifurcated into two limbs it is not only inclined at a 
steep angle to the surface but appears to be split into several closely spaced limbs, 
of which one is much stronger than the other. The shock waves of figure 5 A, i were 
situated in the expanding flow just beyond the tunnel throat, well upstream of the 
positions taken by the well-formed bifurcated waves c, d and k The shock wave of 
figure was situated farther downstream than the shook waves, figure 6A, and 
near the parallel part of the tunnel This shock wave is normal to the surface, and it 
is not surprising that its foot has not bifurcated because the value of 1-08, is so 
low. Further, the boundary layer in front has boon thickened by an inclined wave 
upstream (see figure 6j, plate 2) and this thickening has probably eased the con- 
ditions of flow near the foot of the normal wave behind . Curves in figure 7 show that 
behind the foot of this shock wave there is a gradual rise in surface pressure and 
also a gradual fall in surface friction. The minimum value of the intensity of surface 
friction reached is about 60 % of that in front of the shock wave. 

10 Conclusion 

10- 1 The principal results obtained from the work are given in the summary 
on p. 1 . No attempt has been made to observe the effect of a systematic variation 
of turbulent boundary-layer thickness on shock- wave phenomena near a surface. 
It is likely, however, that bifurcation at the foot of a shock wave nearly normal to 
a plane surface is likely to occur at higher Mach numbers than those covered in the 
experiments and for thinner turbulent boundary layers. The rise of pressure through 
such a shook wave is high and distortion of flow near the foot appears to be inevitable 
since the wave can never extend right down to the surface By bifurcation at the 
foot and a correlated orientation of the main shook wave it is possible for a large 
part of the pressure rise associated with the flow through the main shook wave to 
occur behind the front limb of the foot and for the distortion of flow behind to be 
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eased by the back limb with a smaller loss of stagnation pressure, and so a smaller 
drag, than that associated with the flow through the main shock wave. The friction 
on the floor m the space between the front and back limbs falls rapidly to zero so 
that the energy losses in the boundary layer arising from the work done against the 
surface friction is small. The behaviour of the boundary layer well beyond a bifur- 
cated foot has not been considered in the present work, and no provision was made 
to allow this to be done. 

10-2 The work described above was carried out in the Aerodynamics Division 
of the National Physical Laboratory, and it is published on the recommendation of 
the Aeronautical Research Council and by permission of the Director of the 
Laboratory 


Appendix 

Calibration of surface lube 

1 The surface tube consisted of a 0*1 in circular rod with a semicircular hole, 
radius 0-02 in , inchned downwards to meet a 0 032 m axial hole, see figure 14A. 
The upper end of the rod was ground square to the axis until the top of the mouth 
had a razor edge The tube was inounted at a pro-selectcd height, always smaller 
than 0-02 in. The shape of the mouth of the tube when m position was therefore 
segmental The height, A, of the tube was measured with a micrometer earned on a 
small bridge-piece spanning the tube and restmg on the tunnel floor The stagnation 




(b) diagromatio sketch of 
Biirfooe tube 


Figube 14. Surface -tube calibration curve. 
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presBure at the tube mouth was measured against the static pressure at a small hole 
m the floor, situated in the same cross-soction of the tunnel. 

2. The value of tJR at the floor was determined from a solution of the momen- 
tum equation for comprosBible turbulent flow along a flat plate, for distributions of 
U and 72 measured in the tunnel forward of the tulie This equation is 





RU^' 


wliere the dash denotes differentiation with respect to x The relation for Tq/RU^ 
was taken to be tJRU^ = O'OO(i53(f70i2//i,^)“^/® The values of SJO taken were 
derived on the assumption that the velocity profile was of the form 


U KU 



the estimated value of ~ being 0 096 The ajiproximate value of SJ0 is then given 
-K. U 

by 1-24(1 -|“O-30Jlf®), and that of SJS by 0 096(1 +0 30JIP) The results of the 
boundary -layer calculations are given below 


U f p a 

M=U/a 

RIpa 

0 in 

SJ0 

0/S 

S in. 

TjRU^ 

690 

0 866 

0 714 

0 0223 

1 57 

0 075 

0 30 

0 00146 

659 

0 628 

0 682 

0 0262 

1 37 

0-077 

0 34 

0 00150 


3 Figure 14a gives values of rJp^Ug obtained from the surface-tube calibrations 
plotted against Am./p, f,, where suffix w denotes values at the wall and is the effective 
velocity at the tube moutli calculated for the measured stagnation and static 
pressures. Results obtained for U = S90f.ps. are in close agreement with those 
obtained for U = 569 f.p s 

The shape of the tube mouth changes with h, so that is a function not only 

of but also of h/b, where h is the width of the mouth at the surface. The calibra- 

tion curve given in figure 14a should, however, give a reasonably good indication 
of changes in r^/p^ul, and so of (dujdy)^,, provided that the conditions under which 
the tube is used do not differ much from those of calibration This form of surface 
tube was used because of the ease with which it can be made with a razor edge at 
the top wall. The dependence of the reading on hjb as well as on hnjv^ would have 
to be determined before the tube could be used for absolute measurement of surface 
fnction It was estimated that the thickness of the viscous layer at the cahhration 
position was about 3 x 10~^ in and that of the laminar sublayer about 3 x 10~^ in. 
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Dbsobiptiok of Plates 1 and 2 


Plate 1 


Figube 6. (a) to (6) Tbpler atnation photographs; (c) to (t) 


(o) Jlf, = 1 407, ;v=2 11 
(6) Ml = 1-283. ;^ = 1 76 
(c) Mi= 1'407, x=2 11 


{d) Ml = 1 443. X = 2 22 
(c) Mi = l 392, ;^ = 210 
(/) Mi= 1 340, ;\:= 1-06. 


dirert shadow photographs 

(g) Ml = 1 330, X = 1 87. 

(h) Mi= 1 310, x= 184 

{%] Ml = 1 200, X = 1 82 


FiaxTBE 0 (/), (o), (p) Tdpler 

photographs 

(j) Afi = 1 08. ;v= 1 10 

(A:) Mi=l 472, x = 2-33 
[1] Ml = 1 472. X = 2 33 


Plato 2 

striation photographs,- (^), 

(m) Ml = 1 430, ;^ = 2 23. 

(n) Ml = 1 439, X = 1 70 

(o) Ml = 1 430, X = 2 26 


(Jk), (fit), (n), (q) direct shadow 

ip) Mi = 1 430. x= 1 70. 
{q) Mi= 1 460, ;v= 1-39. 


The assignment of the slow-neutron-produced activities of 
thallium and the dual disintegration of radium E 

By E Broda and N Feathbb, F.R 8. 

{Received 6 December 1946 ) 

llecoil expenmcntH with a strong source of RaE (21 mC initial activity) electrolyticalLy 
deposited on platinum show that an activity of half-value period 4 2 min is obtained 
This observation indicates that RaE nndorgoos dual disintogration with an branching 
ratio of the order of 6 ¥ 10~^. Rough absorption moasurements favour the identification of 
the activity with the 4 2-niin activity produced in the (n, y) and (d, p) reactions with 
thallium, and therefore require assignment of the latter to ^Tl. contrary to earlier sug- 
gestiona Consideration of the energies involved shows that the postulated a bronchmg 
ratio has roughly the value which would be predicted on the basis of accepted regularities 


Irradiation of thallium by slow neutrons, aa well as ita transformation in the (d, p) 
reaction (Fajana & Voigt 1941), leads to the production of /ff-actmties of half-value 
periods 4-2 min and 3-6 years. On the basis of the observation of Heyn (1937), that 
the 4 - 2 -min. activity is also obtained as the result of fast-neutron irradiation, it has 
generally been assumed (see, for example, Seaborg 1944) that the 4 - 2 -mm activity 
is to be attributed to ‘*‘^1 and the activity of 3-6 years half-value period to 
The arbitrary nature of this assignment has been pointed out by Fajons &; Voigt 
(1941), and it is the object of the present paper to indicate how the matter may be 
further mvestigated from a different starting-point and to describe some expen- 
ments, in which it was possible for but not to be produced, which show 
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conoluBively that the currently accepted aesignment is incorrect. In these experi- 
ments the 4'2-mio. activity w^as m fact obtained, but not the other, thus os a result 
of them it must bo concluded that the short-period activity definitely belongs to 
the heavier, and the long-penod activity presumably to the lighter, of the two thal- 
lium isotopes m question Hoyii’s observation must then be explaiaed either as an 
early example of the detection of fast -neutron capture, or on the basis of his failure 
completely to exclude slow neutrons in his experimental arrangement. 

Briefly, the new experimental appioacli is by way of a close loinvestigation of the 
natural radioactivity of RaE (*JS) Obviously, if a ^ branching occurs with BaE, 
as with the other known /9-active isotopes of bismuth, then ®SJT1 will bo formed in 
the rare mode of disintegration Energetically, a branching is possible so long as 
the energy liberated in the /^-disintegration of la less than 6 57 MeV, the sum 

of the disintegration energies of RaE and RaE, practically, its observation is likely 
only if the 2®®T1 /^-disintegration energy lies within fairly narrow limits We shall 
mqmie, thorofore, what the branching ratio would be, first on the assumption that 
the 3‘5-year body is to be identified os ^^Tl and then on the assumption that the 
4-2-min. activity is to be assigned to tins species The accepted values for the /0-dis- 
integration energies are 0 87 MeV in the former case (Fajans & Voigt 1941) and 
1 70 + 0 05 MeV (Fajana & Voigt 1940, 1941 , Knshnan & Nahum 1940) m the latter, 
thus the energy released m the hypothetical a-disintegration of RaE is 5-70 MeV 
according to the first and 4-87 ±0 05 MeV according to the second assumption. 
Figure 1 provides the basis for an estimate of partial disintegration constants once 
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these energies are given. In this figure total disintegration energies and partial 
disintegration constants are plotted (the latter logarithmically) for all the a-particle 
groups belonging to the known modes of disintegration of Ac G (^), Th C (^) and 
Ra C (^). The full curve bounding the points on the side of A greatest (drawn and 
extrapolated with reference to corresponding curves for a-bodios having other 
values of Z (Feather 1946))* is assumed to represent the relation between log^gA 
and for disintegrations m which there is no change of spin — and the distribution 
of points below the curve indicates the extent to which spin changes are hkely to 
result in smaller values of A (by a factor of roughly 10 m the extreme cases illustrated) 
than would otherwise apply From this figure, using the energies already quoted, 
table 1 has been prepared From the values of the a fl branching ratios given in the 
table it IS evident at once that the assignment of the 3 5 -yoar activity to runs 
entirely contrary to the crudely determined fact that there is no very obvious 
a-component in the total radiation from Ra E — at least so long as our general views 
on the probabilities of radioactive change remain unchallenged But it is also clear 
from the table that, if the alternative assignment were to be adopted, and the 
/?>partioles of I 70 MeV limiting energy wbre to bo attributed to the disintegration 
“•Tl( 4 - 2 m then there would bo nothing very surprismg in the fact that 

the a ; fi branchmg of Ua E has not hitherto been discovered — or m the fact that the 
feeble higher-energy component due to the presence of ^^'Tl in equihbrium in Ra E 
sources has so far remained undetectcKl The experiments of Bastings (1924) on the 
decay of strong sources, as measured by the ionization produced by the ^ff-particles 
of highest energy only, would not have been sensitive enough to detect any initially 
anomalous decay, even if his sources had been rapidly prepared and examined, and 
the most careful mvestigations on the upper limit of the /^-spectrum by the magnetic 
method (such as those of Ahchanian, Alichanov & D 2 elepov (1938)) would fail, on 
account of background effects duo to scattered /^-particles, to indicate the presence 
of the 1-70 MeV component if its intensity were less than 10~^ with respect to the 
main spectrum havmg its end-pomt at 1*17 MeV. It would, m fact, appear that, of 
the experiments reported up to date, those of Gray & Henderson (1936) by the simple 
absorption method set the lowest limit to the possible admixture of higher-energy 
particles with the main radiation from RaE. These authors claim to have shown 
that not more than one ^-particle in 2x10* has sufficient energy to penetrate 
0 - 400 g./cm.* alumimum plus 0-212g./cm * lead. Accepting this figure, it can readily 
be granted that the degree of admixture of a 1 70 MeV component with the mam 
radiation cannot be greater than 1 m 10*. Summing up the position, then, one would 
say that the negative evidence from previous experiments is overwhelmingly m 
favour of the attribution of the 4 ' 2 -min thalhum activity to **’*T 1 and the 3 5 -year 
activity to ***T 1 , rather than the reverse, which, as already stated, is the currently 

* From back numbers of periodicals recently received, it appears that Berthelot (1942) 
pom ted out the re^larities which are evident in Geiger-Nuttall diagrams plotted for 
individual values of Z before this point was strassecl by one of the present writers. 

t A m sec and E in MeV. 
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accepted attribution Further, it may be repeated in anticipation, the new experi- 
ments now to be described provide positive evidence for the correctness of this 
conclusion. 

Table 1 

Haaumed half-value enerj^y of a-diHintogration a fi branching 

penod of ■"•Tl of ““Rii E ratio for Ha E 

S'SyearH 5 70 MeV 37^ 03 to 3-7 -06 3 

4 2 imn. 4-87 ± 0-06 MeV 9 x 10-« to 2 x 10"’ 

Our first experiments were designed to test whether the 3'5-yoar body is in fact 
produced from Ra E, unprejudiced by the consideration that a positive result would 
be extremely unlikely for the reasons already set forth We had at our disposal a 
solution containing about 10 mC RaD which had not been treated chemically for 
at least 8 years. This solution was evaporated to dryness, and the residue, which 
contained a few milligrams of inactive lead, was dissolved in HCl and small quan- 
tities of thallouB and didymium salts were added os carriers. Dulymium hydroxide 
was precipitated with ammonia and this precipitate earned down RaD, RaE and 
polonium. The process of addition of didymium and precipitation with ammonia 
was repeated until the filtrate was oonsidered to be sufiiciontly free from RaE for 
the purposes of the test Ammonium iodide was then added to precipitate the 
thallium The mixture was filtered and the precipitate of thallous iodide was tested 
for activity using a G.M. counter havmg a mica window of about 3-5 mg /cm * 
thickness oovenng one end A small activity was observed initially, but when the 
precipitate was dissolved and reprecipitated, after traces of lead and bismuth salts 
hod been added to the solution, the residual counting rate due to the thalhum was 
reduced to 0 8±0-4min.~^ under the geometrical conditions obtaining m the 
experiment. In order to make sure that the negative result of this test was not due 
to the fact that the active thalhum had been preferentially adsorbed on thq glass of 
the vessel in which the Ra D solution had been standing, an acid solution of thallium 
salt was brought to the boil and allowed to stand in this vessel overnight and a 
similar test was made on the iodide precipitate obtained from this solution A simi- 
larly negative result was again found Taking count of the possibility of incomplete 
radioactive equilibrium in the parent solution, and of losses in the chemical processes 
involved, these results set an upper limit to the a branchmg ratio corresponding 
to the formation of the 3-5-yoar thalhum from Ra E at a value certainly not greater 
than 10~^. 1. This conclusion having boon reached, attention was concentrated on 
testing for the formation of the 4 2-min active thallium, as described below 

For this second stage of the investigation, chemical methods ol separation were 
tried first A procedure was evolved which allowed of the separation of thalhum 
With a reasonable yield (26 to 50 %), even from a very large excess of bismuth (with 
RaE), and the production of a sample m a form ready for countmg, m 7 or 8 min 
Before the method could be apphed the polonium content of the main solution had 
first to be reduced as far as possible. To this end the Ra (D + B + F) was taken up m 
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n/IOHCI and three copper foils were rotated for successive periods of 1 hr. each in 
the solution The last traces of polonium were removed by adding about 1 g Bi^Oa 
dissolved in HCl, some crystals of telluric acid, and finally a solution containing 
about 200 mg SnCla. The polonium and tellurium, which precipitate quantitatively 
in the cold, were removed by filtration The filtrate was evaporated to dryness, 
dissolved in 1 1 HCl, and extracted with ether repeatedly until no further solid was 
recovered. The solution, now ready for the thallium separation, contained, at the 
time of the first experiment, about 7 mC Ba E and 0-1 mC polonium. The method of 
separation was os follows To the solution of bismuth (and Ra E) chloride, about 
1 2 mg TlNOa added, together with excess bromine to oxidize the thallium, and 
the whole was heated on a water bath. After the TINO 3 had dissolved and the colour 
of the bromine had more or less disappeared, the solution was chilled with ice and 
stirred quickly with 2 o.c of ether for about 10 sec The end of the stirring was 
taken as the effective time of separation of the radiothallium. The other, containing 
the extracted thallium chloride was then pipetted off, washed four times with 
1 1 HCl in a separating funnel, and evaporated drop by drop on a warm glass dish 
The solid residue so obtamed was transferred to the counter and tested After the 
method hod been perfected the initial activity of the thallium residue was generally 
of the order of 10 to 1 6 counts per minute (counter eliicienoy ^ 3 %) With such a small 
counting rate it was naturally difficult to investigate a possible short-period decay, 
but even to attribute the whole observed effect to *®®T 1 is already to set quite a low 
upper limit to the branching ratio concerned (not greater than 10 ~*^ 1 , assummg 
26 % efficiency for the chemical processes involved) As to the decay of the effect, 
the conclusion from a large number of extractions was definitely that a decrease in 
countmg rate took place during the first few minutes’ observation, but it was evident 
from control experiments that part of this decrease at least was associated with 
changes m temperature (the sample bemg presented to the counter on a dish which 
had just been heated) and the final result was that the experiments, though sugges- 
tive, were at best inconclusive 

The attempt was then mode to separate an active thallium from RaE by the 
method of recoil To this end it was necessary to prepare a strong source of Ra E 
of the mmimum thickness, and oontainmg as little polomum as possible m order to 
reduce aggregate recoil effects to tolerable proportions A solution of Ra (D + E + F) 
of about 60 mC strength was freed from most of the polomum by the rotation of six 
copper foils. Thereafter two mckel foils were rotated in the solution for 46 min each, 
the acidity being kept at m/10 HCl and the temperature that of the water-bath. The 
mckel foils were dissolved m nitnc acid, about 200 mg. didymium mtrate was added, 
and did 3 miium and RaE were precipitated as hydroxides with ammonia. The 
precipitate was then washed with ammonia, to remove all traces of nickel, and was 
dissolved in trichloracetic acid. This solution was evaporated to dryness and the 
residue again taken up in trichloracetic acid (2 %) and electrolyzed for 12 hr., using 
platinum electrodes, each of area about 7 cm.", at 1 0 V and 1 mA. About 21 mC of 
RaE was found on the cathode after electrolysis. The weight of the deposit was 
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certainly not more than 0-1 mg and may have been considerably less, the surface 
of the platmum showing no discoloration 

Recoil experiments were made with this source over a period of 8 days. Throughout 
these experiments the source remained in position m the recoil vessel, and its decay 
was followed by removmg the ebonite plug from the vessel, replacing it by a brass 
plug bored with a 0-25 m hole and carrying an absorber of aluminium of 1 25 mg /cm ^ 
thickness, and bringing the whole vessel (with source) into a standard position below 
a /7-ray electroscope The activity of the source, measured in this way, was found to 
decrease accurately according to an exponential law with a half-value period of 
5-0 days Exposures were made using a brass button of 2 0 cm . diameter as collector, 
the button being held at a distance of 6 mm from the platmum disk carrying the 
RaE, and the collecting voltage being 450 V Both for the investigation of the pos- 
sible short-penod decay of the activity collected by recoil, and, when this had been 
established, for the study of the absorption of the radiations from the short-lived 
body so formed, as well as for the mvestigation of the variation of the amount of 
short-penod activity collected with the age of the primary source, sets of six ex- 
posures of 12 min. each were made, with just sufficiently long mtervals in between 
for a study of the imtial decay of the activity to be made. Table 2 is a summary of 
the results obtamed with the first set of six exposures, which established the fact 
that a short-hved body of half-value period about 4 2 min. was in fact collected 
The figures quoted in the table are the total numbers of counts recorded (the 
'natural’ of the counter being included) during the periods of countmg given in the 
left-hand column, for each of the six sources bolongmg to the sot in question, That 
the ‘residual’ count (19 to 27 min from the end of the exposure) is systematically 
greater for sources 2, 4 and 0 than for 1 , 3 and 6 is simply to be explained by the fact 
that the exposure button was newly cleaned only before exposures numbers 1, 3 
and 5, for the alternate ox{K)Hures it was put back to expose with the decayed active 
deposit from the previous exposure still adhering to it Tlie totals given in the extreme 
right-hand column of the table were treated numerically on the assumption that a 
simple admixture of a constant background counting rate (counter 'natural' plus 
the activity due to aggregate recoil) with an exponentially decaying rate in- 
volved. In order to determine the background rate it was assumed that the short 
decay period was in fact 4 2 mm. On this basis the total of 1740 counts for the set of 
six observation periods 19 to 27 min after the end of the exposure was assumed to 
be made up of 81 + 4 counts due to the short-penod product which had almost 
decayed and 1669 ±28 due to background Of the mean rate due to this back- 
ground (34 6 + 0-6 mm.~^) more than two-thirds (about 24 min ~') was known 
to be due to counter 'natural’) The excess (about 10 mm ^) represents the 
activity collected by aggregate recoil — effectively during 18 mm. exposure.* The 
nature of this activity was exammed by longer exposures as will be described 
below. 

• Taking count of tho fact that the button was cleaned for re-expoaure on three oocasiona 
only (vide supra). 
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Having determined the background rate as just described, appropriate deductiens 
were made from the totals for the counts belonging to the eight sueoeasive sets of 
2 min. periods of observation to which the entries in the mam body of table 2 refer. 
In figure 2 these corrected totals, with probable errors, are plotted logarithmically 
against the mean times of observation, referred to the end of exposure as t = 0. 

Table 2 
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exposure _ _ _ ^ 


(min ) 

1 

2 

3 

4 

5 

6 

totala 

I - 3 

183 

176 

175 

102 

148 

150 

1002 

31- 51 

145 

141 

120 

120 

117 

122 

783 

51 - 71 

122 

120 

107 

130 

101 

113 

708 

71- 91 

100 

133 

04 

82 

83 

06 

688 

10 -12 

101 

HO 

02 

80 

88 

112 

602 

121-141 

02 

70 

81 

08 

70 

84 

513 

141- I A1 

04 

106 

78 

82 

02 

77 

408 

161-lHl 

80 

BO 

00 

87 

72 

88 

486 

10 -27 

200 

338 

203 

207 

203 

310 

1740 



t (niin ) 

Figubb 2 

The straight line in the figure represents an activity with half-value penod 4-2 mm. 
and with most probable initial strength as deduced from the numerical analysis 
already earned out. The lie of this line amongst the points is sufficient proof that the 
whole basis of interpretation is essentially correct. A short-period activity of 4-2-min 
period is very obviously in question. At the mean time at which the set of six ex- 
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poaurea here dealt with waa made, the calculated counting rate due to the amount 
of thia ahort-lived body which waa collected by recoil in 12 min. under our atandard 
conditions waa (69-7 ± 3'1) mm.”' at e = 0 

The reaulta juat analysed refer to the drat set of six oxposurea made when the 
primary Ra E source was at its atrongeat Table 3 gives also the final result obtained 
from later aeta, again expressed in terms of the calculated counting rate under 
standard conditions at ^ ^ 0, deduced by similar numerical analysis of the other 
observations. The first row of the table indicates the number of the experiment, 
the second row shows the mean activity of the primary source m electroscope 
divisions per minute, determined os already described, whilst the third row gives 
the corresponding calculated initial rate due to the collected activity in counts per 
minute. Relative values of the yield per atom of BaE disintegrating are then given 
(row 4) as the quotients obtained by dividing the numbers in row 3 by the corre- 
sponding numbers in row 2 of the table It will be observed that, within the limits of 
error of the comparison, the yield is constant when referred to unit quantity of Ra E 
in the primary source. This result is clearly an unambiguous proof that the activity 
collected is that of an immediate daughter product of RaE (in a very rare mode of 
disintegration) and that its production is in no way explicable by the initial presence 
or later growth of polomum m the source (production of an unidentified radioelement 
by a-porticle-induced transformation in the air or the electrode matenal — or 
formation of ^''Pb in a metaatable state in a rare mode of disintegration of polonium 
itself) 

Table 3 

experiment 12 3 

mean activity Ra R 103 1 88 1 38-4 

calcnlatod uiitml activity 60-7 ±31 50 0±30 23-3 ±27 

of 4-2 -mm. body 

relative yield 0 670 ± 0 030 0 070 ± 0-044 0 606 ± 0 070 

Absorption experiments, already briefly mentioned, provided further evidence 
for the identification of the short-lived body collected by recoil with “gTl — or rather 
with the 4-2-min active thalhum of earlier investigators In these expenments 
attention was concentrated on obtaining a fairly close estimate of the reduction 
in counting rate due to a single absorber, and for this purpose an aluminium foil of 
78 mg /cm ‘ thickness was chosen, as representing about one-tenth of the effective 
range of the ^-particles from the short-lived thaUiumin question (FajansA; Voigt 1940; 
Knshnan & Nahum 1 940). With each of a set of six sources obtained by recoil (12 mm. 
collection) alternate periods of 2 mm counting were earned out with and without 
absorber, during the first 18| mm life of the source (cf. table 2), and then two 
successive periods of 8 min., with and without absorber, for the estimation of the 
background effect. Numerical analysis was carried out as before The final result was 
that the reduction factor foil the 78 mg./cm.‘ foil in relation to the ^-particles from 
the 4-2-mm. body was found to be 0 685 ± 0-062. By comparison with the absorption 
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of the primary ;9-partioles of uranium this is just about what would be expected 
for the ^-radiation from an * allowed’ transition using an absorber of thickness 
roughly one-tenth of the effective range of the particles. 

It has been mentioned that 3 m addition to the 4'2-mm activity, collection by the 
method of recoil yielded a background activity which, in our numerical analyses, 
has been assumed constant over the period covered by the experiments with each 
short-exposure source This point was checked by taking longer exposures, which 
showed that the amount of background activity was directly proportional to the 
time of exposure (for exposures made withm a few hours of one another), and by 
decay and absorption measurements on the radiations from the stronger sources of 
background activity collected during exposures lasting overnight. These measure- 
ments showed that the substance responsible for the background activity had very 
closely the same properties as the Ra (E + F) mixture constituting the parent source 
at the time the exposure was made To attribute the effect to aggregate recoil, 
therefore, was the natural assumption Aggregate recoil in this case is certainly due 
almost entirely to the presence of polonium in the source, and it is in line with this 
assumption that it was found that the intensity of the background activity collected 
by overnight exposure did not decrease anything like so rapidly as the actiinty of 
the BaE contained m the parent source. Assuming that the aggregate recoil effect 
as observed in our conditions of counting, and for a constant exposure time, is pro- 
portional to the product of the mean activities of Ba E and polonium in the parent 
source during the period of exposure, we have the result that the intensity of the 
effect for short exposures should decrease or increase initially with mcreasing age 
of the primary souroe os the number of atoms of polonium in the source initially is 
greater or less than A|/(Ai + A,) of the initial number of Ra E atoms present Here 
A^ and Ag are the disintegration constants for BaE and polonium, respectively 
In our case the amount of background activity collected per minute exposure time 
decreased during the first few days’ life of the parent source. On these assumptions, 
therefore, the imtial a4:^iv%ty of the polonium in the source must have been greater 
than ^ of that of the Ra £, that is greater than 0 75 mC. This is not entirely surprising 
m view of the time taken to work up the original source of 50 mC strength. At no 
time, however, was aggregate recoil a sonous difficulty in our main experiment. 
The counting rate due to the background effect was never greater than 0-6 per mm. 
for each minute of exposure — and as exposures in general were of 12 min duration 
it will be seen that the overall result of aggregate recoil was effectively to increase 
the 'natural’ of the counter by about 30 %. 

Returning to the question of branching ratio, since our standard exposure of 
12 mm. oolleoted only 0 862 of the short-period activity which would have been 
collected during an 'inffnite' exposure, we conclude that the saturation activity of 
the 4-2-mm. body in the parent source at the time of experiment 1 of table 3 must 
have been at least (2 x 69-7)/0-d62 counts per minute in our counter arrangement 
(collection by the method of recoil cannot be more th^ 50 % efiBoient). We deter- 
mined the efficiency of the counter in this arrangement for the primary >0-partioIes 
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of RaE, obtaining the value (3 4 ± 0-1) % Taking the strength of the parent source 
at 1 7 5 mC at the time of the experiment in question, we obtain, therefore, as a lower 
limit to the branching ratio 

2x69-7x 100 1 , « , 

V — l«2v 10“^ 

0 802x3-4x60 17 6x3 7x 10’ 

Remembering that the result of the chemical experiment led to a ‘safe’ upper limit 
of 1 0“® for this ratio, we may be satisfied that we now know the ratio within a factor 
of 6 and also that our strong source of Ra E prepared by electrolysis was reasonably 
‘clean’ m relation to a-recoil, that is that the mean surface density of radioactive 
deposit was less than 0-01 mg /cm * of ‘heavy* elements or about 0 002 mg /cm ® of 
‘light’ elements It will be noticed that the experimental value for the branching 
ratio IB probably within the range of values given in table 1, though it is rather low 
in that range If it is assumed that the disintegration energy of the 4-2 min body 
is known to the accuracy supposed, two explanations are possible either our 
extrapolation of the (log^u A)/£ curve is somewhat at fault or is not strictly relevant 
(which IS by no means excluded) or the a-disintcgration of RaE involves a change 
of nuclear spin. It might be remarked that there is every reason to suppose that 
the latter is m fact the case (the yff'disintegration of RaE is ‘forbidden’, that of the 
4-2-min body is ‘ allowed and the a-particle disintegration of polonium is unlikely 
to involve any spin change). On this supposition, then, the findings of experiment 
and the theoretical predictions are in full accord 

Regarded from this point of view, our discovery of the generic relation between 
RaE and the 4-2-min thallium is in effect a determination, within narrow limits, 
of the energy emitted in the disintegration 

/210\ « /206\ 

[ Slj' 

This energy appears to bo 4-87 ± 0-05 MeV. It is interesting to compare this energy 
with the a-disintegration energies of the other isotopes of bismuth {Z = 83) Values 
are listed in table 4 As the mass number decreases the energy of a-disintegration 
at first mcreases steadily and then, through A = 210, falls abruptly until with ^Bi 
it is so small that the radioactivity of natural bismuth has never been detected 
This variation of B with A for Z constant is reproduced exactly for Z = 84. Dis- 
integration energies are known for A = 218, 216, 215, 214 and 212, and for this series 
there is once more a steady increase of A' as decreases, then, even more rapidly, 
E decreases again for A 211 and decreases still further for A » 210 (polonium)*. 
For Z = 86 information is less complete, but for this element the effect is again 
evident; the a-disintegration energy for .4 = 211 is definitely less than for A = 218 
and 210. Since for Z>83 no stable isotope is known, the rapid decrease in a- 

• Thia efTect proviounly remarked by one of us (Feather 1946). and referred to as the 
polonium anomaly, had at an earlier date been commented on by Meyor (1936) whose paper 
containing these comments hod escaped our notice 
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difiintegration energy beyond a oeriain value of ^ (as ^ decreases in each case) can 
only be understood on the assumption that the lighter isotopes of these elements are 
unstable in relation to positron (or X-oapture) disintegration — or that they undergo 
fission spontaneously at a relatively high rate. We already know, in fact, that the 
former sug^tion is valid for (^) which exhibits a: iC-capture branching with a 
ratio of 40 00, but this does not necessarily invalidate the latter suggestion in other 
possible cases. 


Table 4 

mass number, A 214 212 211 210 20B 

energy of a-diBintof^rabion Me V 5 61 6 20 6 74 4 H7 stable 

Finally, in regard to nomenclature we would suggest that since has now 
been shown to be a member of the uranium series of elements, its designation m 
that series should be Ra K '' — bniiging it into line with the other thallium isotopes 
which are derivatives of the ‘classical’ radioelements. 

Throughout the whole of the work described here we have had the constant 
assistance of Miss P. K. Wright, both in the chemical work and in the routine 
counting of ‘aliquots’ for calibration purposes Our best thanks are due to her for 
this help 

The work was done at the Cavendish Laboratory, Cambridge, during the period 
March to June 1945, and is now pubhshed with the concurrence of the Ministry of 
Supply (Department of Atomic Energy) 
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Some improvements in the use of relaxation methods for the 
solution of ordinary and partial differential equations 

By L Fox, D.PhUi , The National Physical Laboratory 
{Communicated by Sir Charles Darwin^ FR S — Received 11 April 1946 ) 


In the solution by nuraorioal methods of ordinary and partial differential equations, the 
denvativea are replaced by their flnito-difTerence equivalents, usually infinite sonos of 
dilFerenoes For the employment of relaxation methods it has boon nusUiinary to ignore all 
but the dominant first term of those senes, taking siifficient mtorvals to ensure the eflectivo 
vanishing of the neglected terms lii this paper, motho<U are ilevoloped whereby the full 
difierencio equations can be used at the maximum interval cuTisisteiit with the convergence 
of the differences The number of inosli points, and honco the labour and difficulty of the 
relaxation process, is thus considerably reduced, and increasoil accuracy is obtained The 
method is applied to eight examples, including ordinary and partial differential equations, 
eigen- value problems, and the more dilfic ult problem of curved boundaries 


IXTBODTTCTION 

0 

The relaxation method, in an ultimate analysis, is concerned with the solution of 
simultaneous algebraic equations Thccquations may be known exactly, as in systems 
with finite degrees of freedom, or they may represent finite-difference approxima- 
tions to a differential equation K V Southwell (1940) has shown in his book and 
in a senes of papers published by the Royal Society (Southwell ft al 1938 -43), the 
power of relaxation methods in solving such equations Almost any given set of 
equations can be solved to any desired order of accuracy, For finite systems, the 
problem is then completely solved, but for differential equations it is also necessary 
to investigate the accuracy of the finite-difference approximations 

This is a problem outside the scope of relaxation methods and for this reason has 
received only passing attention in Southwell’s senes, which has aimed chiefly at 
extendmg the use of relaxation methods to more and more problems of engineering 
interest For such problems high accuracy is not particularly necessary nor even 
desirable, but differential equations of similar type are of frequent occurrence in 
problems of pure and applied mathematics, and it is often very necessary either to 
have an accurate solution or to know the degree of accuracy of any approximate 
solution. 

This paper makes full use of the theory of finite differences m an attempt to show 
how, in many cases, the accuracy attainable by relaxation methods can be brought 
comparable to that attained when, for example, standard step-by-step methods 
are used for the numenoal integration of ordinary differential equations 

Section 1 gives the basic fimte-difference equations and indicates the methods of 
solution adopted. In § 2 examples are given of the solution of ordinary differential 
equations, the second of which is non-lmear. Section 3 deals with two examples of 

[ 31 1 
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the solution of equations of the Poisson type, and § 4 brings eigen-value problems 
into the scope of the method. Finally § 6 gives examples of its application to more 
difficult problems involving curved boundaries. Of the eight examples treated, all 
but one have an analytical solution, so that the accuracy of the relaxation solutions 
is known exactly. 

The differential equations considered in this paper are of the second order, and 
the only boundary condition is that in which the function is prescribed on a closed 
boundary. Treatment of other differential equations and boundary conditions, in 
particular the class in which some derivative is specified at a boundary, is reserved 
for a subsequent paper. The treatment of singularities is likewise omitted Any 
finite-difference method must necessanly break down in the neighbourhood of a 
singular point, and special methods have to be devised, depending on the type of 
the existing singularity 


1. Finite-diffisrence equations 

The notation used conforms to what is now fairly standardized for finite differ- 
ences The symbol denotes the nth forward difference at the pivotal pomt r, 
S” the corresponding central difference at the same point, and the interval of tabula- 
tion is throughout denoted by the letter h. The suffix xovy means ‘ m the x-direction ’ 
or ‘m the y-direction’, and other symbols are self-explanatory. 

Derivatives can be expressed in terms of differences by known formulae in the 
theory of finite differences (Tables 1942) 

.. 0) 
, ( 2 ) 
and similarly for higher orders The differences are arranged according to the following 
scheme . 


/-I ^ll 

iL"i 


/o ^0 

etc 

ii = i(i'-» + ii) 

if 


it'-i(io'+ir) 

fl if 

ii^ 



For the application of relaxation methods it is convenient to write equations 
(1) and (2) in the alternative forms 

V; = 4(/i-/-i)-K+iA^-- . (3) 

We' = (/-i+/.-2/o)-iW + . (4) 

etc 

Laplace’s operator in Cartesian co-ordinates x and y can then be expressed in 
the form 
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For the corresponding operator appropriate to problems of axial S3niimetry, 

= (■/■-l+/l)r + (/-l+/l)= + t(/l-/-l)r- Vo + ^.' 

h 

where J + + + + 

Quantities such as A of equation (6) will in general bo called the ‘ terms involving 
differences’ or just ‘the difference correction’ The terms involving the functional 
values are called ‘ Lagrangian terms ’ 

For problems in two v^anablos it is not of course necessary to use the same interval 
in each variable The interval will usually depend on the shape of the boundary and 
the behaviour of the function, and may also be different in different parts of the 
field The use of a constant interval, however, makes for simplicity in the writing 
of the equations. 

Southwell obtains (Chnstopherson & Southwell 1938) an equation analogous to 
( 5 ) in the form 

(/-i+/iL + (/-i+/i)„-4/o-A*Vyo = VVo+..., 


in which coefficients of powers of h higher than the second are uncertain It can be 
shown that differences can be expressed in terms of derivatives (Tables 1942), the 
relevant equation being 

= (/-, +/i)* - 2/0 = AVo% + + . 

so that the correct form of Southwell’s equation is given by 

(/-,+/,)x+(/-,+/i).-4/o-A*V*/o = f2(/ir*+0 300 ^/o, '.+/«';*.)+ • (?) 

in which no terms of the form d^fjdx^dy^, etc , appear 

In the use by relaxation methods of equations like ( 7 ) it has boon customary to 
ignore the right-hand side of that equation, and to proceed by sta.ges to such a small 
interval that the neglected terms were in fact negligible This has several dis- 
advantages First, a very great number of points have often to bo taken in the 
relaxation process to ensure the vanishing of the difference correction, and the 
difficulty and labour of obtaining an accurate solution to the simultaneous equations 
increases rapidly with the number of equations involved Secondly, derivatives of 
the computed function are often required in practical problorns, and equations 
like (1) and (2) show that the nth derivative depends for its accuracy on the nth 
difference, which gets small with the interval of tabulation Thirdly, the criterion 
used initially for the legitimacy of neglect .of difference corrections, namely that 
relaxation on successive meshes gives the same result, has tended to be ignored 
in later applications 
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The expenenced user of step-by-step methods of integration will be familiar with 
at least the first two of the difficulties outlined. In general, the best mterval to use 
is the one for which the differenoes of the function converge reasonably quickly 
The standpoint adopted in this paper follows this general rule, and equations like 
( 6 ) are used to the full whenever they are convergent In practice it is found that 
fifth and higher differences can usually be ignored 
The general method of solution is then as follows First, the difference corrections 
are ignored, and a first approximation obtained by relaxation methods in the usual 
way. These values are then differenced, and, if the differenoes are obviously con- 
verging, the difference corrections are calculated and entered as a new residual, 
to be relaxed in turn. This is continued until the full finite-difference equations are 
satisfied The actual details depend on the type of differential equation considered, 
but for linear equations the procedure can be expressed mathematically as follows 

Z(/)+J(/)+J- = 0 

be the exact finite-difference equivalent of the differential equation, where L{f) 
denotes the Lagrangian terms, A{f) the difference correction, and F any constant or 
function of the independent variables Let take the boundary values of the 
required solution /, and satisfy the equation 

Successive corrections . are then obtained by solving the equations 

+ = 0 , 

etc , in which . , have boundary values zero. In practice the successive 

corrections usually tend rapidly to zero 

In eigen-value problems or in problems involvmg non-hnear differential equations 
or boundary conditions solutions cannot be superposed in this way, but the required 
modifications are fairly obvious. The essential requirement is that the final solution, 
however it is obtained, should satisfy the full finite-difference equations at every 
point. 

This method of solution, when it can be used, goes far towards removing the three 
disadvantages quoted, and gives greater accuracy with less labour. Some examples 
of its appbeation are given in the following sections 

2. Ordinaby differential equations 

The solution of an ordinary differential equation of the second order and first 
degree is in general completely defined when two boundary conditions are specified. 
The common t3rpe8 of boundary condition are those in which either the function 
and its first derivative are known at one end of the range of integration, or the value 
of the function is specified at each end of the range. Relaxation methods are needed 
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only for the second type of boundary condition. This is appropriate since step-by- 
step methods cannot be apphed directly to such problems , but work very well for 
problems governed by the first type of boundary condition. 

Example 1 

A simple illustration of the methods of the last section is provided by the differen- 
tial equation 

-h dffdx + 100 am 2 : = 0 (8) 

with the boundary conditions 

/ = 0 at a? = 0, 10. 

Application of equations (3) and (4) leads to the finito-difierence equation 
(2 + + ^2 - - 4/0 + lOOA* sin a: + J = 0, 

( 0 ) 

where ^ + + . 

Taking an interval A = 1 and ignoring the difference correction, a first approxi- 
mation is obtained by relaxation. 

Table 1 gives the values of and its first four differences The difference cor- 
rection d also given in table 1, can be computed directly at every point except 
X = 1 and X = 9, at which points the fourth differences are not known The required 
differences are obtained reasonably accurately by extrapolation (by plotting or 
otherwise), and the corresponding values of can then bo obtained The way 

in which these extrapolated values enter into the difference correction shows that 
fairly large inaccuracies are tolerable m the estimates, All extrapolated values are 


given in brackets in table 1 . 
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X 

yco) 

S' 


r' 

(JIV 

d(/»>) 

0 

I 

0 

-1-03 

+ 53 
- 2 
-37 
-28 
+ 14 
+ 47 
+ 39 

Q 

-56 

(-10) 

+ 20 
+ 44 

-1-33 
- 9 
-41 
-34 

-U ^ 

( + 30) 

(- 6) 

2 

3 

4 

+ 61 
+ 14 
-14 

-36 
+ 9 
+ 42 

+ 24 
-11 
-42 

- 9 

- 6 
+ 6 

5 

6 

7 

0 

+ 47 
+ 86 

+ 33 
- 8 
-42 

-32 
+ 7 
+ 37 

+ 10 
+ 5 
- 4 

8 

9 

10 

+ 83 
+ 41 

0 

— 

-42 

-41 

-39 
+ 1 

-r J 
+ 40 
( + 40) 

+ 37 
(0) 

-10 

(-7) 


As a check on the extrapolation, or as an alternative method of computation, 
d may itself be plotted to obtain the required values at the points adjacent to the 
two ends of the range The combined effect of fifth and higher differences in the 
computation of d is small enough to be ignored 
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The first correction which satisfieB the equations 

2-6/11)+ l-6/?\-4/j« + ^(/jo)) = 0, 

is then obtained, and its values are given in table 2. 

Table 2 

x01234Be789 1U 
/»> 0 -6 -0 -3 +1 +1 -3 -7 -8 -6 0 

Further corrections are found to be negligible, and the solution is therefore given 
by the sum of/^®^ and/(^) It is desirable, however, to test this solution in equation 
(0), since the accumulation of unliquidated residuals in the partial solutions may 


affect the correct rounding-off at 

some points 









Table 3 




analytical 

X 

/ 




rf"- 

/t(/) 

R 

solution 

0 

0 

+ 48 

- 3 
-34 
-24 
+ 14 
+ 43 
+ 36 

- 4 
-30 
-30 


(-10) 

+ 20 
+ 41 
+ 28 
- 9 
-37 
-31 
+ 4 
+ 38 
( + 38) 




0 

1 

2 

.3 

4 

6 

0 

+ 48 
+ 45 
+ 11 
-13 
+ 1 
+ 44 

-61 
-31 
+ 10 
+ .18 
+ 20 
- 8 

( + 30) 

+ 21 
-13 
-37 
-28 
+ 6 

(-0) 
-D 
-4 
+ 6 
+ 9 
+ 5 

-1 
+ 2 
+ 1 

0 

-1 

0 

+ 47 7 
+ 46-3 
+ 11 6 
-12 4 
+ 1 4 
+ 44 0 

7 

8 

9 

10 

+ 70 
+ 75 
+ 36 

0 

-39 
-35 
+ 3 

+ 36 
+ 34 
(0) 

-4 

-9 

(-6) 

0 

-2 
+ 3 

+ 7H 6 
+ 74 6 
+ 30 5 

0 


The sum / of the partial solutions and /<^) is shown in table 3, together with its 
differences, the computed difference correction, and the final residuals given by 
equation (9) These residuals indicate that the values of the function should be 
slightly increased (by less than one unit) at the points a; = 2, 3 and 9, and slightly 
decreased at a; = 8 The computed values of the analytical solution 

/ = 38 94— 68-94e”**+40Hinr + 20coHj;, 

given on the right of table 3, bear out this conjecture, and show that the maximum 
error m the final result is loss than 1 unit, compared with a maximum of 8 units 
when the difference correction is ignored. Since only two figures were taken in the 
computation, the increased accuracy is important 

Example 2 

The second example is taken from a problem submitted to the author by Mr Oains- 
borough, of the Radio Division, National Physical Laboratory. In experiments 
connected with the electrical heating of a wire it was desired to obtain solutions of 
the differential equation 

d*!r/dx» = 1-816 X 10-“T»- 3 272 x 10«flT+ 3-742 x 10®^- 4-411, (10) 
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Plots were required of the temperature T for vanous values of the current the 
temperature being maintained at a constant value of 300° C at the two ends x = 0 
and 1 of the wire Solutions can only be obtained with difficulty by step-by-step 
methods, and the time taken is of the order of five times that necessary for solution 
by relaxation methods. 

The finite-difference equation m this case becomes 
Ti + r_i-2!ro-A>{l-816x 10-iaT8-3-272x 10*/^To + 3 742x 10*//-4 411}-l-d = 0. 
where A = - - 

( 11 ) 

Here the relaxational technique is rather unusual, in that tlio change in T required 
to hquidate a residual at any point depends on the value of T at that point, A small 
change affects the residuals at adjacent points by and at the point in 

question by an amount 

SR^ = rfTg[-2-A*{l H16x l()-i!“x5TJ-3 272x 10W}J. 

This equation does not hold precisely at the start of the relaxation process, when 
changes m T may be large, but the experienced relaxer will have little difficulty 
in socunng rapid convergence 

By symmetry only one-half of the range needs consideration, and the first two 
solutions ob tamed are shown m table 4 

Table 4 


H = 2x I0-* // = 3 X \o-* 


X 

00 
0 1 
02 

03 

04 
06 

The differences of the functions indicate that the difference correction is negligible 
in the first cose, and would affect the second solution only very slightly. 

As H increases, the fourth differences become more significant For H = 10“®, 
the first approximation and its differences are shown in table 6. 


T 

300 

434 

647 

632 

685 

703 


8' 

+ 134 
+ 113 
+ 86 
+ 63 
+ 18 


-21 

-28 

-32 

-35 

-36 


-7 

-4 

-3 

-1 


5*^ 


+ 3 
+ l 
+ 2 
+ 2 


T 

300 
676 
HOR 
97 U 
1082 
1116 


6' 

+ 276 
+ 232 
+ 171 
+ 103 
+ 34 


-44 

-61 

-68 

-60 

-68 


-17 

- 7 

- 1 
+ 1 


tfiT 


+ 10 
+ 6 
+ 2 
- 2 





Table 5 




X 

yw) 

8' 





00 

0 1 

02 

03 

04 

00 

300 

1110 

1642 

1882 

1071 

1003 

+ Hig 

+ 523 
+ 240 
+ 80 
+ 22 

(- 61 ) 
-206 
-283 
-161 

- 67 

- 44 

(- 236 ) 

+ 13 
+ 132 
+ 84 
+ 23 

( + 248 ) 

+ 119 

- 48 

- 61 
- 46 

(- 21 ) 
-10 
+ 4 
+ 5 

+ 4 
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For all points except x = 0-1, the difference correction given on the right 

of table 5, is immediately calculable. At js - 0-1 the fourth difference is difficult 
to extrapolate, and an alternative method is used. The required fourth difference 
is built up from the second difference at a: = 0-0, which is first obtained from the 
second derivative at x = 0-0, immediately calculable from the differential equation, 
in the form 

= ■ 

in which all but the first term on the right is neglected The second difference thus 
obtained, and the third and fourth differences built up from it, are shown in brackets 
in table 6, as is also the computed difference correction at x = 0- 1 It is clear that 
this process entails no very great error 

When the difference corrections are entered as a new residual, the solution 

IB changed to that given in table 6 Further corrections are found to be neghgible. 


Table 6 

X 00 01 02 03 0-4 06 

T 300 1102 1620 1878 1972 1006 

This solution is not completely rehable, since sixth and higher differences, not 
completely negligible, were ignored in the computation of the difference correction. 
From work done at smaller intervals, however, it is found that the maximum error 
in this solution is only 2 units, compared with an error of 20 units when the difference 
correction is ignored at this mterval. 

When H is increased still further to dx 10~’, differences at an interval of 0-1 
become divergent, and the interval 0 06 has to be taken Table 7 gives the first 
approximation and its differences, the computed values of and the 

corrected solution T. 

Table 7 


X 

yw) 

r 



JiT 

j(r«>) 

T 

000 

0 06 

300 

1724 

+ 1424 
+ 834 
+ 332 

+ in 

+ 36 

+ 11 

_L Q 

(- 76) 
-590 

(-614) 

+ 88 
+ 281 
+ 146 
+ 62 
+ 16 
+ 6 
+ 2 

( + 602) 

-50 

300 

1687 

0 10 

2668 

-602 

+ 103 

-16 

2635 

0-16 

2800 

-221 

-136 

+ 11 

2886 

0 20 

3001 

- 76 

- 03 

+ 8 

3002 

0 25 

3036 

- 24 

- 36 

+ 3 

3038 

0-30 

3047 

- 8 

- 10 

+ 1 

3048 

0 36 

3060 

+ J 

I 1 

- 2 

- 4 

0 

3061 

040 

3061 

+ 1 

0 

- 3 

0 

3062 

0-46 

3062 

+ 1 
n 

- 1 

— 1 

1 1 

+ 2 

0 

3062 

0-60 

3062 

u 

0 

+ 1 

- 2 

0 

3062 


The difference correction is not negligible until the interval is reduced by a 
factor 4, and the result obtained from work done at this interval nowhere differs 
by more than 1 unit from the solution given on the right of table 7. The application 
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of the difference correction on the coarse mesh thus reduces the maximum error 
from 37 units to 1 unit, and the savmg of labour and the accuracy oh tamable for 
non-linear equations of this type is clearly demonstrated. 


3. Partiaij differextial equations 

The use of the difference correction takes on additional importance when relaxa- 
tion methods are used for the solution of partial differential equations. It is here 
most important to use as large an interval as possible, for the number of equations 
is multiplied by four when the interval is halved, and the difficulty of obtaining 
accurate solutions is correspondingly increased. 


Example 3 

Consider, as a simple example, the differential equation 

^hv = const., (12) 


with the boundary condition w = 0 on the lines x==±l,y=±l. By symmetry 
only one semi-quadrant of the square need be considered, and it will be convenient 
to take the constant in equation (12) to be 2560. 

The finite-difference equation is 


where 


J 


{Wy -h W_y)^ -h \Wy -f" W_y)y - i" iSOUU/ft- i- ^ = 

The method of solution is that outlined in § 1 Solutions are obtained successively 
to the sets of equations 

-h u/£\)a. + (ti^®^ + + 2560A* = 0, 

etc. 


ere. 

where, at the boundary, 

iiP) = w{ = 0), = 


(U) 


= =0 


and the final solution is given by 

ly = (16) 


With an interval A = 1, there is only one point inside the field, and the result is 
as shown m figure 1 Here no correction for differences can be made, since d is 
incalculable. 

For the smaller interval A = J, the first approximation obtained from the 
first of equations (14) is shown m figure 2. 

When these values are differenced (there are only two independent luios of 
points) only one fourth difference can be obtained on each line, and as usual it is 
necessary to extrapolate this difference for points adjacent to the boundary One 
assumption is that the fourth difference is constant, but this can be unproved upon 
by a method similar to that used in example 2 This consists of applying the differen- 
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tial equation at points on the boundary, at which the second derivative in one 
direction is known (zero in this case) The other second derivative can thus be 
calculated, and from it a reasonably accurate assumption for the second difference 
at the boundary From this the fourth difference at points adjacent to the boundary 
can be built up. The differences, with extrapolated values given in brackets, are 
shown in table 8. 



Figtthe 1 Figure 2 



Table 8 


6' 



aiT 


S' 

S' 

r 

Sir 

+ 440 
+ 120 
- 120 
-440 

(- 640 ) 

-320 

-240 

-320 

(- 640 ) 

( + 320 ) 
+ 80 
- 80 
( - 320 ) 

(- 240 ) 

-100 

(- 240 ) 

0 

660 

720 

660 

0 

+ 560 
+ 160 
- 160 
-560 

(- 640 ) 

-400 

-320 

-400 

(- 640 ) 

( + 240 ) 
+ 80 
- 80 
(- 240 ) 

(- 160 ) 

-160 

(- 160 ) 


The difference correction can then be computed, and used for the calcula- 
tion by relaxation of a correction Values of and of are shown in figures 

3 and 4 respectively Further corrections are almost negligible, and the final solution, 
adjusted shghtly to allow for the accumulation of residuals, is given in figure 6. 

The solution of figure 6 is not completely reliable, since sixth differences were 
ignored in the computation of the difference correction, which has in addition small 
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errors at points adjacent to the boundary due to the extrapolation described above 
Comparison with the analytical solution given below (figure 10) shows, however, 
that its maximum error is only one unit, compared with a maximum of 34 when the 
difference correction is neglected 

The difference correction is not negligible even at the smaller interval h = \ 
Figure 6 gives the first approximation at this interval. 
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✓ 

✓ 


49% 

✓ 
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0 

6^ 

✓ 

✓ 
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0 

✓ 

✓ 
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When these values are differenced, as shown in table 9, enough fourth differences 
are obtainable to enable the required extrapolation to be made without the special 
device previously used. Extrapolated values are as usual given in brackets. 


ww 

0 

353 

680 

700 

740 

0 

2B4 

458 

651 

580 


Tablk: 9 


S' 


r 

JIV 


S' 

S" 

S'" 

+ 353 
+ 227 
+ 120 
+ 40 

-120 
-101 
- 80 
- 80 

+ 2.5 

+ 15 
+ 0 

(-12) 
-10 
- 9 
-12 

0 

337 

551 

000 

700 

+ 337 
+ 214 
+ 118 
+ 37 

-123 

- 90 

- 81 
- 74 

+ 27 
+ 16 
+ 7 

+ 2H4 
+ 174 
+ 93 
+ 20 

-no 
- 81 

- 04 

- 58 

+ 29 
+ 17 
+ 0 

(-12) 

-12 

-11 

-12 

0 

182 

284 

337 

353 

+ 182 
+ 102 
+ 53 
+ 10 

- 80 

- 40 

- 37 

- 32 

+ 31 
+ 12 
+ 6 


<yiv 


(- 12 ) 

-12 

- a 

- 14 


(-24) 
-19 
- 7 
-10 


The difference correction is small, but its oombineif effect is large enough 

to cause a significant correction These values are given respectively m figures 
7 and 8 

Further corrections are negligible, apart from small adjustments due to accumula- 
tion of small residuals, and the final solution is shown in figure 9 For comparison 
the analytical solution (Timoshenko 1934, p 246), given in this case by 


32 “ (-1)” 


TT* 


^ cosh (2n + 1 ) 7Tyl2\ 
, " coah"('2^+ 1)71/2/ 


cos (2/1+ l)7rj:/2 


with the origin at the mid-point of the square, was computed and given in figure 10. 
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A still finer mesh is needed before the difiTerenoe oorreotion can be ignored, and 
the above results indicate clearly the advantage of the use of the difference correction 
on as coarse a mesh as possiblej both as regards accuracy and labour. 
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Figure 9 Final solution. 
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Figure 10. Analytical solution 


Example 4 

When the differential equation contains a first derivative, the inclusion of the 
difference correction is even more important, for it mcludes differences of the third 
as well as of higher orders This is illustrated by the next example, which was treated 
in Allen, Fox & Southwell (1943) 

The equation to be solved is 


9r> T dr Sz* 


( 16 ) 


with the boundary conditions ^ = 0 on the hnes r = l,2,z = (figure 11). 
Combination of equations ( 3 ) and ( 4 ) leads to the finite-difference equation 


where 




( 17 ) 
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With the difference correction neglected, the first approximation for a mesh of 
length A s ^ IS shown m figure 12. 

When these values are differenced with a view to tlio computation of the difference 
correction, the usual extrapolation is necessary for points adjacent to the boundary 
The method used is that of the last example Satisfaction at boundary points of the 
first of equations (17) in which A is neglected, gives a reasonably accurate estimate 
for pomts on mesh lines external to the boundary, and from these the required 
differences can be obtained In table 10 the extrapolated values are in brackets 
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Table 10 


S' S" tf'" 


(0 76) (-1692) 
100 0 
1-25 +1163 

160 +1718 

1-75 +1516 

2 00 0 
(2 26) (-4183) 


(+1692) 
+ 1163 
+ 555 
- 203 
-1515 
(-4183) 


(-629) 
- 608 
- 768 
-1312 
(-2668) 


(-79) 

- 150 

- 554 
(-1366) 


(- 71) 
-404 
( - 802) 


/S) 

(-1684) 

0 

+ 925 
+ 1341 
+ 1186 
0 

(-3703) 
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Figure 12. 0^®* 


2 = 0 26 

6' 6^ r 


( + 1684) 
+ 926 
+ 416 
- 166 
-1186 
(-3703) 


(- 659) 

- 609 

- 671 
-1031 

(-2617) 


(+ 160) 
- 62 
- 460 
(-1486) 




(- 212 ) 
- 398 
(-1026) 


r= 1-25 


r= 1 60 


z 

0(0) 

S' 

S" 

r 


0(0) 

S' 

r i” 


0-00 

0 2S 
060 
(0-78) 

+ 1163 
+ 926 

0 

(-2526) 

- 238 

- 926 
(-2526) 

- 476 

- 687 
(-1600) 

-211 

(-913) 

-422 

(-702) 

+ 1718 
+ 1341 
• 0 
(-2941) 

- 377 
-1341 
(-2041) 

~ 004 

-420 

(-426) 


r=l-76 


z 

0(0) 

S' 

S' 

r 


000 
0-26 
0-60 
(0 76) 

+ 1516 
+ 1186 

0 

-2786 

- 329 
-1186 
(-2786) 

- 658 

- 867 
(-1600) 

-100 

(-743) 

-398 

(-644) 
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Calculation of the difference correction shown in figure 13 is then straight- 

forward, and the correction (figure 14) follows by relaxation. 

In this case the difference correction is not neghgible, and a further correc- 

tion solution can be obtained These quantities are given in figures 15 and 16. 
The final solution, given by the sum of the three partial solutions and adjusted 
slightly for the accumulation of residuals, is shown in figure 17 
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Figure 13. Figure 14 
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Figure J 

16 5J'«. 

Figure 17. ^ 


Although the result of figure 1 7 is not completely reliable, due to the extrapolations 
and the neglect of fifth and higher differences in the computation of the difference 
corrections, comparison with the analytical solution given below (figure 22) shows 
that its maximum error is only 2 units, compared with a maximum of 50 when the 
difference correction is ignored 

On the next mesh A = the values of0(^\zl(fy°O w<i^^B.re shown m figures 18, 19 
and 20. Here the special device previously used for the computation of A at points 
adjacent to the boundary is unnecessary 
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Further corrections are negligible, except for the usual alight adjustments, and 
the final solution is given in figure 21. For comparison the analytical solution has 
been computed and the results are given with an extra figure in figure 22 This 
solution, due to Michell (1900), obtains the stress -function 0 in the form 

1 2800(3® -i)+ 94', 

= r^£{C,Jz(nnr) + D,^K^(nnr)}f^mnn(z+ J), 

where n is an integer and /g, Bessel functions in the usual notation. 

The coefficients are determined from the equations 

i'2n — 

C' 2 «u^ 2 {( 2 n+ l)7r} + i)g,+iJfg{(2n+l)7r} = - I02400/(2n+ l)“?r®, 
C’2»+i/2{(2n+l)27r} + i)g„,iJi:g{(2n+ l)27r} = - 26600/(2n+ l)=>7r^ 



Fiouhe 18 0® Figuhe 19 Figukr 20 


Comparison shows that the maximum error is 1 unit except at the single point 
r = 3 = |, where the error is 2 units, whilst the errors involved in neglect of the 

difference correction have a maximum of 15 units and an average of 10 units. 

It IS also instructive to compare these results with that of D. N Allen, who 
performed the corresponding computations (Allen et al 1943) The relaxation 
solution is there given to one extra figure on a finer mesh A — but it is found 
that only the first three figures are accurate, the maximum error being about 40 units 
in the fifth figure The difterenoe correction in fact is not entirely negligible even to 
four figures on this fine mesh 
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Allen’s remark that the extra figures, though maoourate, are useful for the deter- 
mination of derivatives, is true for points remote from the boundary, but obviously 
breaks down near the boundary, where the stresses are greatest and most important. 
It is clear that the use of the difference correction on os coarse a mesh as possible 
improves the accuracy and reduces considerably the labour. 
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Fiounx 21. Final aolution Fiuube 22. Analytical solution. 


4 Eigen -VALUB pboblems 


The application of the difference correction in eigen-value problems presents no 
extra difficulty. In Allen et al (1942) details are given of the relaxational treatment 
of such problems, and it remains only to show how an approximate solution, obtained 
with neglect of the difference correction, can be improved by its inclusion. 

The equation govemmg the free vibrations of a membrane is given by 

Vhv + Aw = 0, (18) 

the function vanishing at the boundaiy. 

The relaxation method starts with an approximation (not necessarily very close) 
to a mode w, from which is calculated, by Rayleigh’s principle, a first estimate for 
the corresponding eigen-value in the form 


A = - 


jjw . VHo dxdy 
jjv^dxdy 


( 10 ) 
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Relaxation is then used to reduce oa far as possible the residuals calculated from 
the finite-difference equations, in which the computed value of A is used. When no 
further improvement is possible, a new value of A is calculated by equation (19), 
and the mode and eigen-value are continuously improved by iteration 

By this means a first approximation to the mode and A^**^ to the eigen -value 
are obtained They satisfy equations (18) and (19) in which ^hu is replaced by the 
approximate finite-difference expression 

A* = (wi + -I- {w^ + w_^)y - 

This solution is then improved by the following sequence of operations 

(i) Calculate the difference corrections 

) = - A(<sir* + ^iTv) + +Kv)- • • 

(ii) Calculate, at each mesh point, a more accurate value for VW**), given by 
equation (6) of § 1, 

(ui) Using these values, compute a now value of A from equation (19). 

(iv) Insert this value in the accurate finite-difference equation 

{Wi -h w i)^ H- (w^ H- — 4wo -h AA*m;o + = 0, (20) 

calculate new residuals, and relax if necessary. 

(v) Repeat until A and w satisfy the accurate finite-difference equation (20) and 
(necessarily), Rayleigh’s principle (equation (19)) 

It is fairly obvious from the form of the differential equation that the difference 
correction will in general be roughly proportional to the functional value, and 
hence the correction to the eigen- value will be far more significant than the correction 
to the mode This is found to bo the case in the examples which follow 

Example 6 

A first example is provided by the determination of the mode and eigen-value of 
the fundamental vibration of a square membrane, the first problem treated in 
Allen et al, (1942) 

If the Bide of the membrane has unit length, the analytical solution is known to be 

W = cos TTX COB Try, 

A = 2Tra = 19-74. 

With a mesh of length A = an approximation is first obtained in the usual 
way. This solution is given in figure 23, in which only one semi-quadraiit of the 
square need be given. The figures on the right of the nodal points are the values of 
computed with neglect of the difference correction The correspondmg 
approximation to the eigen-value is found to be 

A»A«» = 1 172 or A«>» = 18-76. 
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When these values are differenced, estimates for the fourth differences at points 
adjacent to the boundary are obtained by the method used in example 3 Table 11 
gives the differences, with extrapolated values in brackets 
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Table 11 






(5iv 


d' 

a' 

a'" 

^iv 

(-600) 

0 

-1-600 

-1-707 

( + 600) 

+ 500 
+ 207 

(0) 

-203 ' 

-414 

[-293) 

-121 

+ 172 
+ 242 

( - 707) 
0 

+ 707 
+ 1000 

( + 707) 

+ 707 
+ 203 

(0) 

-414 

-5B0 

(-414) 

-172 

( + 242) 
+ 344 


When the difference correction is computed, using only the fourth difference, the 
values of are all greater than those given by the approximate formula, and the 
new eigen-value is found to bo 

A®A = 1 229 or A = 19 66. 

The resulting residuals are found to be negligible, and hence the approximate 
solution is unchanged It does, in fact, agree accurately with the analytical 
solution. Figure 24 gives the final solution, together with the more accurate values 
of 

The computed eigen-value has an error of 0-4 %, compared with 6 % when the 
difference correction is ignored The only source of error in the final solution is the 
neglect of sixth differences and the extrapolation at the boundary 

In the treatment of the same problem in Allen ei al (1942) (for which the computa- 
tions were performed by the present writer) a value A = 19 662 was obtamed on a 
mesh twice as fine as that of figure 24 It was remarked at the time that the applica- 
tion of Rayleigh’s pnnciple gave a value for A which was less than the correct result, 
contradicting the theorem that, for the gravest mode, an overestimate will be 
obtained This was put down to the use of approximate quadrature formulae in the 
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double integration, but it is now clear that the main source of error was the neglect 
of fourth and higher differences in the computation of the Laplacian 

Example G 

For higher modes, m which there are one or more nodal Imes, a finer mesh must 
be used to secure reasonable convergence of the differences. Tn this example a higher 
symmetrical mode is obtained, the analytical solution being 

w = cos ^nx cos ny + cos ^ny cos nx, 

A = IOtt® = 98 70 

With a mesh of interval 0-1, the first approximate solution is shown in figure 25, 
the computed eigen-value being 

= 0 922 or AW = 92 2 

In figure 26 the approximate values of are given on the right of the nodal 

points. 
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Fiourk 26 and approximately. 


When these values are differenced, one extrapolation is as usual necessary for the 
determination of the fourth difference at points adjacent to the boundary Using 
fourth differences only, the difference correction to is given m figure 20 

Applying Rayleigh’s principle to these values, a correction is obtained, 

=6 8 , 

to the previously computed value AW The now residuals are found to be zero, so 
that the modal values are unchanged. 

The ignored sixth differences are, however, significant, and they make a con- 
tribution to Vhn which is shown in figure 27. The determmation of this oorreotion 
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for points adjacent to the boundary would mvolve yet another extrapolation, and 
so no values are given at these points. 

These values are again roughly proportional to the modal values, and a further 
application of Rayleigh’s principle results m a second correction to the oigen-value, 

JA = 0 6. 

The final value is thus given by A == 98-6, 

agreeing very closely with the analytical result. The mode has not changed from its 
first approximation which, in fact, differs from the anal}rt]cal solution by less 
than 1 unit 




6. Curved boundaries 


When the values of the wanted function are prescribed on a curved boundary, 
an extra problem is presented in the satisfaction of the difference equation at points 
adjacent to the boundary This is illustrated in figure 28, where the line of points 
4321 outs the boundary at B, at which point the function is known, but the distance 
I Bib some fraction of the tabular interval h 



It is then required to express a derivative, say the second at the point 1 in terms 
of the functional values at internal points This is done by producmg the line to the 
pomt 0, where Ol is equal to the tabular interval, expressing the value at O in 
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terms of internal pomta and the known value at and substituting for in the 
expression 

The equation for 0o obtamed from the Newton-Gregory mterpolation formula 



where = 

^0 = 02 “ 201 + 0 ( 1 , 

^0 = 0a-30a + ^i-0o» 

etc , 

and X =3 ^fh (figure 28) 

Neglecting difforences higher than the fourth in equation (23), the required 
expression for 0^ becomes 



The resulting finite -difference equations for points near the boundary are thus 
obtained in terms of internal pouits only These equations involve more points and 
are more complicated than the corresponding equations at points remote fix»m the 
boundary, but the extra difficulty of the relaxation process is small 

The method of solution then follows familiar lines 

(i) A first approximation 0^°\ taking the specified boundary values, is obtained 
by neglecting the terms involving differences in the simultaneous equations. 

(ii) External pomts are calculated from equation (24), the function differenced 
in both directions, and the difference corrections computed 

(iii) The difference corrections are inserted as new residuals for the determination 
of a correction 0^^\ whoso boundary values are zero 

(iv) The process is repeated until corrections become negbgiblo 

Example 7 

The method is first illustrated by reworking the problem of example 3, choosing 
now an>interval such that no mesh points fall on the boundary. 

In figure 29 the basic interval is 0*4, so that all points adjacent to the boundary 
are half an interval away from it, that is, the value of x in equation (24) is equal to 
0-6 for all external points. 


4-2 
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Making uae of the aymmetiy, the following are the six finite-difference equations 
requiring solution. 

2B + 2A’-iA-\-^OdQ+Aj^ = 0,' 

A C E B' — iB 409‘8 + 4^ = 0, 

25 + f)-»-C'-46’ + 409-6 + zlc = 0. 

V (26) 

2^ -I- i’ -1- C - 4/) 409-0 -h = 0, 

2fi + 2D-4^+409-6-t-4jj, = 0, 

423-4J’-»-4O9 0-(-J, = 0,. 


where 





Fiaura 29 



With zero boundary values, equation (24) gives, for the external points A', B', C, 
the expressions 

A' = -4il-l-2-1429B-0-8O,'| 

B’ = -AB + 2 U29E-0 BD, I (20) 

C' = -4C-l-2-1429Z)-0-8F J 

Making these Bubstitutions, the first three of equations (26) becomes 

0-2867£-l-0(7-12i4-h4OO-0 + J^ - 0,^ 
if -1- £7 -I- 3- 1429^ - 0- 8Z) - 8B -I- 409-0 +Ab = o\ (27) 

2B + 3 1429D-0BF-8C + 4090 + Ac = oj 

the last three remaining unchanged. 

Neglecting the difference correction in equations (27), a first approximation 
^ is obtained by relaxation. This solution, together with values at external points 
computed from equations (20), is shown m figure 30. 
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When these quantities are differenced (table 12) two fourth-differences are 
obtained on each line, and the required extrapolation is performed by aMuming a 
constant fifth difference. 


^(0) 


r 

r 


0(0) 

Table 12 

S' S’ 6” 


0(0) 

d' 


r 


-201 

+ 330 
+ 120 
+ 34 





-366 



-392 





+ 129 
+ 265 
+ 280 

-204 
- 02 
- 68 

+ 112 
+ 24 

(-128) 

- 88 
- 48 

+ 266 
+ 646 
+ 630 

—321 

+ 290 +116 

■f 8. ;“5 + 38 

(-02) 

-81 

-70 

+ 289 
+ 630 
+ 733 

+ 681 
+ 341 
+ 103 

-340 

-238 

-2U6 

+ 102' 

+ 32 

(-76) 

-70 

-64 


The difference oorrections are then calculated and entered m equations (27) as 
a new residual, from which the correction solution is obtained Figures 31 and 
32 show respectively the difference corrections and the solution 
Further corrections are negligible, and the final solution is given m figure 33, the 
anal 3 rtical solution being shown, for comparison, in figure 34 
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Figure 34 Analytical Bolubion. 
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It should be noted that the differenoing of the function not only gives the difference 
correction, but also enables a rapid eistimate to be made, from equation ( 23 ), of the 
accuracy of the formulae used for the satisfaction of the boundary condition. Here, 



Fianas 37 
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for example, the size of the neglected fifth differences indicates that closer accuracy 
could not be expected on this mesh. 

The results obtained by this method may be compared with those given by the 
methods of Christophorson & Southwell (1938) and Chnstopherson (1940) The 
former maintains the simplicity of the method by retaining only the first difference 
in equation (23), whilst the latter is content to include second differences Both 
authors ignore the difference correction Figures 35 and 36 give re8|K3ctivoly the 
results given by the methods of Southwell & Christophersun 

Chnstopherson’s solution is in this case more accurate than that of Southwell, 
but it IS a fortuitous circumstance that his two sources of error cancel out to a large 
extent. In the next example, in fact, Christopherson's result is less accurate than 
Southwell's 

Example 8 

A sterner test of the method is provided by this last example, in which the 
differential equation contains a first derivative 

It IS required to obtain the function which satisfies the differential equation 


0V 130 3Y 
3r* T dr dz^ 


(28) 


and takes the values ^ = (29) 

on the boundary ol a circle with centre at r = IJ, 21 = 0, and radius 0-6. The 
analytical solution is of course given everywhere by equation (29) 

Figure 37 shows the chosen mesh {h = 0-2), and the boundary values of the 
function 

In the formulae for the values of external points (equation (24)), there are two 
independent values of x, and the equations are 


X = 0 5, 

X = 0-05051, 


0g = 3 657 10 40J + 202 — 0- 803 + 0 14290^, 

00 = 1 11300^-0 212801 + 0 165002-0 068503 + 0-012802 


(30) 
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-05 
-03 
-0 1 
+ 0 1 
+ 0 3 
+ 0 5 


-05 
-03 
-0 1 
+ 0 1 
+ 03 
+ 05 


1 0 
1 2 
1 4 
1 b 
1 H 
20 


1 0 
1 2 
1 4 
1 6 
1 8 
20 


Equation (0) is the appropriate finite-difference equation, and the first approxi- 
mation, obtained by relaxation with the difference correction ignored, is shown in 
figure 38. Values at external points, computed from equations (30) are moluded. 

When^**^ is differenced, two fourth differences are obtainable on each line, and 
extrapolated values are obtained by assuming the fifth difference constant. Third 
as well as fourth differences are required in the r-direction. The differences are given 
in table 1 3. 

Table 13 



diy 3y 


8' 

8' 



S'' 

1 8 




r=16 



~ — 104 

- 181 - 64 

- S39 1^0 -102 _ 

-1043 -297 

-1784 — 

(Imi 

- 636 

- 1016 

- 1856 

- 3344 

- 6001 
- 10706 

- 480 

- 840 
-1488 
-2667 
-4764 

- 360 

- 048 
-1100 
-2107 

-288 

-621 

-938 

(- 49) 
-233 
-417 
(-601) 

(-184) 

-184 

(-184) 

r= 1 4 




r=l 2 



“ - 739 ^ “ 

- 2884 -1020 : 

- 8209 -1840 “gO 

- 0374 -I!?? -3323 
-16862 - - 

‘isM ^"207) 

-863 ,“ 2 ?!, 
(-960) ^ 

- 803 

- 1619 

- 2971 

- 637H 

- 9687 
-17430 

- 760 
-1362 
-2407 
-4300 
-7743 

-•s - 

:S -r 

(- 91) 
-388 
-686 
(-982) 

(-■2»7) 

-297 

(-i07) 

t4 

II 

I 

o 

u 




zs-0 1 



:SI2 iz ‘^i”’ 

-1679 + ^ +623 iy 

-liS 

(+ 8) ' + 

-1021 
-2971 
-2894 
-1866 
- 339 
+ 1115 

-1060 
+ §7 

+ 1028 
+ 1617 
+ 1464 

+ m7 t+2»0) 
* «< 

-Z 

_®® (-496) 

(-412) 
-266 
-100 
(+ 60) 

(+150) 
+ 156 
( + 156) 

z = +0 1 




z = +03 



i+i!? 

-8209 +1698 

-1944 +1888 . gBo -818 

+2746 + Z -998 
;2oS +2M0 J*® (-884) 

(+T 90 , 
-179 +200 
( + 111) t+l®") 

-0317 
-9087 
-9374 
-6001 
-1043 
+ 3676 

-3370 
+ 313 
+ 3373 
+ 4068 
+ 4710 

+ 3883 <+ ’22) 
+ 3060 

+ '«2« : M4 

- (-IS!) 

(-1366) 

- 852 

- 349 
(+ 164) 

( + 603) 
+ 503 
( + 603) 


It is immediately clear from table 1 3 that the neglect of fifth and higher differences 
in equation (23), from which equations (30) were donved, will lead to small errors, 
greatest where the lines r = 1'2 and z = 0-3 cut the boundary. The fifth difference 
on the lino r = 1-4, though of the same magnitude as that on r = 1-2, is multiplied 
by a very small coefficient m the interpolation formula, and is therefore not so 
significant. 

The difference corrections are then obtamed, using differences up to the fifth in 
the computation The resulting values are shown in figure 30, The corresponding 
correction solution is shown m figure 40 
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Further difference corrections have only a slight effect, and the finaL solution is 
shown m figure 41 For comparison, the analytical solution is given in figure 42. 

It IS seen that the maximum errors occur at points nearest to the boundary, 
and they are due partly to the extrapolations necessary for the calculation of the 
difference correction at these points, and partly to the neglect of fifth and higlier 
differences in the formulae used for the satisfaction of the boundary condition 
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Figure 39 





The corresponding results obtained by the methods of Southwell & Chnstopherson 
are given in figures 43 and 44 respectively. 

The relative accuracy of the throe methods is shown in table 14, in which is given 
the maximum and average arithmetical errors by the three methods. Method 1 is 
the one used in this paper, method 2 is Southwell’s, and method 3, Chnstopherson’s. 
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methoil 1 
method 2 
method 3 


Table 14 


maximum 

arithmeticaL 

error 

8 

89 

103 


average 

arithmetical 

error 

3 

40 

47 


Conclusion 

In thiR paper the standard uae of relaxation methodfi has been extended by the 
inclusion of terms usually neglected in the finite-difference equations involved The 
solution obtained by neglecting these terms is called the first approximation, from 
which close estimates for the neglected terms, called the difference correction, are 
obtained These in turn represent new residuals, from which follow a correction to 
the first approximate solution By this means the full finite-difference equations 
are satisfied. 

The method is applied to eight examples, covering ordinary and partial differential 
equations, eigen-value problems, and problems involving curved boundaries. In 
each cose solutions are obtained to a high degree of accuracy The use of coarser 
meshes, possible by this treatment, greatly reduces the number of equations for 
solution, and hence better accuracy is achieved with less labour. The use of differ- 
ences also enables good estimates to be obtained for the position and magnitude of 
any remaining errors involved in neglecting higher order differences 

The work described above has been earned out as part of the research programme 
of the National Physical Laboratory, and this paper is published by permission of 
the Director of the Laboratory. 
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The escape of molecules from a plane surface 
into a still atmosphere 

By K J. Bbookfield, H. D. N Fitzpatrick, J F Jackson, 

J B Matthews and E. A Moelwyn -Hughes 

{Communicated by A, R Todd^ FR.S — Received 29 October J 946 — 

Revised 23 January 1946 ) 

When molecules escape from sohds or hquids into a gaseous atmosphere, they do 
so at a rate which is governed by certam inherent properties of the condensed systems 
and by the relative values of the saturation pressure of the condensate and the total 
pressure of the atmosphere. Present considerations are restricted to systems wherem 
the saturation pressure is a small fraction of the ambient pressure, and to liquids 
evaporating from plane surfaces A theory is advanced which embraces the diffusion 
conditions formulated by Maxwell (1890) and the vacuum conditions investigated 
by Knudsen (1915), and is cast in such a form as to make accessible to experiment 
the determination of the coefficients of diffusion and accommodation by novel means. 

The escape of molecules from the surface of a hquid or solid mto a gaseous atmo- 
sphere resembles in many respects the dissolution of a solid into a hquid The 
hypotheses of dissolution advanced by Noyes & Whitney (1897) and by Nernst 
(1904) have been synthesized into a general theory by Berthoud (1922). A method 
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closely resembling that of Berthoud has later and independently been applied by 
Fuchs (1934) to the problem of vaporization from spherical surfaces Following 
these workers, the mechanism of the escape of molecules from a plane liquid surface 
may be formulated as follows. 

The number of molecules of liquid escaping per second from a plane surface of 
area 8 is 

- = Sn^V- Snua, (1) 

when N = the total number of liquid molecules m the system, 

Tig = the number of liquid molecules per unit area of surface, 

V = the average probability per second that a hquid molecule evaporates, 
n = the number of molecules per umt volume of vapour, 
u = {kTj 2 nm)^, where T is the absolute temjierature, and m is the mass of 
a single molecule, 

and a = the accommodation coeiliclent 


At the equilibrium state, —dNjdt = 0 and n = the saturation concentration 
of vapour, hence _ 


TlgV = VrUOL 

Eliminating from equations (1) and (2), then 


( 2 ) 


dN 

di 


Sita(n®— 7i). 


(3) 


Near the surface, a stationary concentration of vapour molecules is rapidly estab- 
ished due to the balancing of the natural escaping tendency of liquid molecules on 
the one hand, and the hindrance to escape offered by surrounding gas or vapour 
molecules on the other hand. The stationary concentration, n', of vapour molecules 
thus established is less than n®, and, in the stationary state, the rate of vaporization 
consequently becomes 

— = /8m«(»®— »'). ( 4) 


The rate of loss of molecules duo to diffusion, is, by Pick’s law, 


dN 

dt 



(5) 


where D is the coefficient of diffusion, and dnjdx is the concentration gradient. 
Apphcation of the general diffusion law 


dn _ 
dt 


( 6 ) 


to the stationary state gives the relation 



( 7 ) 
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The molecular conoentratioii, n, at a fixed distance, x, from the surface, is thus 
independent of time. As D itself cannot be zero, jt follows that 




0 


(«) 


On integrating, one obtains, for the dependence of the stationary concentration on 
the distance, x, from the surface, the relation 



71 = oar + 6. 

(») 

The constants, a and b. 

are determined by the boundaiy conditions 



n = n\ X = A, 

(10) 

and 

n = 0 , X = 

(11) 

so that 


(12) 

and consequently 

dn n' 

Tx “ ’ 

(13) 

BO that 

dN »' 

dt 

(14) 


Combining equations (4) and (14), then 


(16) 


Eliminating n' from equation (16) and either equation (4) or equation (14), the 


exproasion 


dN 


( 16 ) 


IB obtained, which reduces, when (^ — ^) is small, to 


— ~ = SUCLU^, 
dt 


(17) 


as m the theory of Knudsen (1915), and when (// — J ) is relatively large ( > 10~^ cm.) 


to 





(18) 


as in the theory of Maxwell (1890]. The thickness, d, of the diffusion layer must not, 
of course, be confused with Maxwell’s correction factor of (2/6yrf, which must be 
added to the height, H, of an open cylmder when it is comparable with the diameter, d. 
If U7 is the weight of liquid vaporizing per second from an area, 8^ then 

dN 

W = — wi'-rr 


( 19 ) 
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and therefore the general expresBion for the rate of loss of weight becomes 

w = mSDn^l^H — J) (20) 
which may conveniently be rewritten as follows* 

S (D lua)-A H 

w mn^D mn^D ' ' 


The measurable quantities (Sjw) and U £ro thus linearly related, and the gradient 
of the curve should have the constant value of from which the diffusion 

coefficient, Z), can be obtained, provided the saturation concentration, n*’, is known. 


Then, m fact, 




mifi 


d(Slw) 

~~dH~ 


-1 


( 22 ) 


The positive intercept made by the curve on the (SIw) axis, corresponding to 
H ^ 0, should, m principle, allow of an evaluation of the accommodation coefficient, 
a In practice, however, it is difficult to measure the height H absolutely, because 
of the ill -defined nature of the boundary corresponding to n = 0. The method, 
therefore, while yielding reliable values for the diffusion coefficient, D, can yield 
only approximate values for the accommodation coefficient a. 


Appaeatus and frocedubg^ 

A straight-sided glass weighing bottle, A, of cross-sectional area S, is placed 
inside a wider tube C, with a little mercury in the bottom to ensure thermal contact 
(see figure 1) A tube which slides easily into A, is closed at the bottom with 



copper gauze, and contams granular, dust-free, freshly degassed charcoal A known 
weight of liquid is placed m A, and B is slid down till the gauze is at a height H above 
the liqmd surface, being then arrested by a rim of sealing wax DD. The apparatus 
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IS immersed in a thermostat at a temperature which is mamtained constant to 
within ± 0 06® C. The weighing bottle is weighed and placed in the outer tube. The 
charcoal tube B is then lowered carefully into position and the tune noted After 
a suitable interval of time the procedure is reversedi the time agam being noted, 
and the loss of weight of the weighing bottle obtained w, the loss of weight per 
second, is thus found When Sfw is plotted against H, a straight hne results, m 
agreement with equation (21) The gradient of the hne, obtained by the method of 
least squares, is equated to {mn^D)~^ Values of ai'e obtained from the vapour 
pressure p** by assuming the ideal gas laws to hold 

= p^IkT (23) 

The adopted total pressure is the mean value holding for the period of the nins, 
and is obtained from the laboratory barometer chart. The height H is determined 
by oathetometer readings, combined with a knowledge of the density and total 
amount of liquid employed. The uniform area, S, of the liquid surface is deduced 
by observing the increase in height occasioned by mtroducing a known weight of 
mercury into the vessel 

At temperatures above 40° C, the glass apparatus is found to be not so satisfactory 
because of the softening of the sealing wax, so an improved apparatus was con- 
structed (figure 2) The pnnciple remains the same, but the glass tube contaimng 
the charcoal is replaced by a mild steel tulie The tube is held in position by means of 
an adjustable collar, which in one design rested on the top of the glass vessel, and 
m another on the outer tube (see figure 2) The outer tube is also made of mild steel, 
and screwed into a heavy base, the joint being made watertight by a rubber washer 
The height of the charcoal above the hqmd is measured by adjusting the collar to 
one of a series of marks that had been etched on the inner tube, the height from the 
bottom of the tube having previously been measured with a cathetometer The 
depth of liquid in the tube is calculated from its weight and density and the area of 
the glass vessel, and is subtracted from the height oorrespondmg to the position 
of the etched mark. 



Fiauu 2. Improved mild steel apparatus for measuring diffusion ooeiBoieata. 
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Rbsults 

The linear relationship required by equation (21) between {Sjw) and H has been 
established for a number of bquids over a fairly wide range of diffusion conditions. 
The data given in table 1 have been obtained for two bquids which are typical of 
a large number examined 

Table 1 


vapour 


P® 

(mm.) 

(mol/c c ) 

d{S/w)/dH 
(cm sec /g ) 

i>(cm "/boo.) 

furfural 

26 0 

2 03 

6 61 X 10“ 

1-086 X 10? 

0-087 


600 

0-56 

28 B X 10“ 

0 207 X 10’ 

0 107 

methyl salicylate 

26 0 

0 108 

3-616 X 10“ 

1-392 X 10’ 

0-082 


60 0 

0-717 

21-6 X 10“ 

1 304x 10> 

0 142 


The results ore not extensive enougn to allow a decision as to the exact form of 
the temperature dependence of the diffusion coefficient, which, according to the 
theory of activated diffusion, takes the form 


D = AT^e-BiaT ( 24 ) 

B, which 18 known to be small, is therefore assumed to be zero, and the values of 
A given in table 2 are obtained 


Bubsfcance 

furfural 

methyl sahoylate 


Table 2 

A (Tj, X 10*(cm.) 

(l‘77±0 08)x 10* 4-64 

(2 01±0 43)x 10^ 4-ei 


According to tho Stefan-Maxwell theory, the constant A is given in terms of the 
sum, 0 - 12 , of the molecular radii of the molecule diffusing and tho molecules through 
which it diffuses: 


_ 2k I2k / 

37rPaf a (TTm \ ^mjf 


( 26 ) 


Here, k is Boltzmaim’s constant, m is tho mass of one molecule of liquid, the 
mass of a 'molecule’ of air, and P the total pressure of one atmosphere. The values 
of <7^2 derived for furfural and methyl salicylate are given m table 2 


Experimental determination of the ooeffigient of diffusion 

OP WATER VAPOUR IN AIR 

As a check upon the method, the diffusion of water vapour into still air at atmo- 
spheric pressure and at various temperatures has been measured Because the 
diffusing molecules are now lighter than air 'molecules’, the apparatus has to be 
so modified that diffusion takes place downwards. Sulphuric acid replaces charcoal 
as the absorbing medium. A large, wide-necked bottle, ooiitaimng water to the 
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depth of a few centimetres, weis placed in a thermostat up to the neck (figure 3) The 
air inside the bottle weis assumed to be always saturated. A straight-sided weighing 
bottle, with area 8, containing concentrated sulphuric acid, the surface of which 
was at a distance H below the nm, was placed inside the large bottle on a rubber 
bung which projected above the water surface as an island The dimensions of the 
large bottle greatly exceeded those of the weighing bottle It was assumed tliat the 
concentration of the water vapour was the saturation value at the top of the weighing 
bottle, and zero at the surface of the sulphuric acid. The weighing bottle was w^eighed, 
the stopper removed, and placed in the large bottle After a time the weighing 
bottle was removed, restoppored and weighed again, the gain in weight being noted 
The ratio Sjw^ where w is the rate of gam m weight, was plotted against H, and the 
slope of the straight lino found The vapour densities were calculated from the 
vapour pressures given in Landolt-Bornstem’s 2*abelhn (table 3) 



FiauRE 3 Apparatus for measuring diiTusion coeflicient of water vapour into air 


Table 3. Vapour pressures and vapour densities for water 


r(°K) 
298-1 
308- 1 
318-1 


p**(nim ) 

23 76 
42 10 
71 90 


mn® X 10* (g /c c ) 

2 - 304 

3 - 967 
6 633 


The results are summarized in tables 4 and 5 Except at the highest temperature, 
when the partial vapour pressure is a sigmficont fraction of the total pressure, 
D is roughly proportional to T^. The average value of DjT^ may be taken as 
4-82 X 10^. 

From the Stefan -Maxwell equation 


VqI. 190 . A 


5 
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the mean molecular diameter of the water and air 'molecules’ is thus found to be 
3 61 X 10~^Gm This value hes between that of 4 14 A found from transport pheno- 
mena, and 2-99 A from the constants 'A ' of van der Waals’s equation. 

The data of Winkelmann (1884) and of Trautz & Muller (1935)1 ^ summarized 
by Dorsey (1932), give the figures in table 6 as the most dependable values hitherto 
obtained for the coeflicients of diffusion of water in air. 


Table 4 Diffusion of wateb vafour into air 






S 

= 4-6 cm * 





height 

time 

wt 




temp. 

F 

H 

of run 

gained 

w 

S/w 

dlSM/dH D 

“K 

(nun ) 

cm. 

sec. 

g- 

g SOC.^A 

cm ■sec g 

cm BOO g."* om.'aeo.'^ 

298-1 

750 

2 1 

7200 

0 060 

0 6 xl0-“ 

4-70 X 10» 

174x10- 0-260 ± 0 008 



3 8 

0000 

0-064 

6-0 xlO-* 

7 63 X 10“ 




4 8 

13620 

0-067 

4-92 X 10-* 

0 18x 10> 




e 3 

6000 

0 023 

3 8 xl0-« 

11 9 X 10" 


308 1 

762-6 

1 0 

2700 

0 068 

2 16 X 10 ^ 

2 11 X 10" 

0 64 X 10- 0-268 ± 0 006 



3 66 

6300 

0 066 

1-03 X 10-* 

4 19x 10" 




61 

3600 

0-028 

7 7Bx 10-* 

6 81 X 10" 




6 66 

6300 

0 060 

7 94x 10-® 

6-60 X 10" 




6 6 

4800 

0-032 

6 66 X 10-* 

6 78 X 10" 


318 1 

764 

1 H 

1800 

0 066 

3 78 X 10-» 

MOx 10" 

6 37 X 10- 0 286 ± 0 006 



34 

2700 

0 064 

2-00 X lO * 

2 26 X 10" 




6 15 

2700 

0030 

1-44 X l0-“ 

3 13 X 10" 




7 2 

4600 

0 040 

1-00 X 10-* 

4 14 X 10" 



Table 6 Coefficient of diffusion of water vapour in aik at 1 atm. 


T(“K) 

X)(om "eec."^) 

(D/Ti)x 10" 

298-1 

0 247 

4 80 

308-1 

0-262 

4 84 

318 1 

0-283 

600 


Table 6 Comparison with previous work on water 


ec 

f?(Doraey) 

25 

0 267 

36 

0-271 

45 

0 286 


D(thiB work) 
0 247 ^ 

0 262 ± 0 005 
0'283j 


The method outlined in this work thus provides reliable values of the coefiioient 
of diffusion, and may yet be developed to yield equally rebable values of the 
ooeflicient of accommodation ^ 


We are indebted to Professor D Brunt, of the Imperial College of Soienoe and 
Technology, for valuable criticism of this work, and to the Chief Scientific Officer of 
the Ministry of Supply for permission to publish it. 
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On the propagation of electromagnetic waves through 

the atmosphere 

By B. K. Banerjea, M Sr , Palit Laboratory of Physics, 
University College of Science, Calcutta, India 

(Communicated by M N Saha, FR S — Received 18 July 1940 ) 

A geiioral method of tackling the problem of the propagation of eloctromagnetio waves in 
the ionosphere has been developed and the current methods of Appleton, Hartreo, Saha, Rai 
and Mathur, etc , havo been deduced as special oases from the general results The difforent 
assumptions by Appleton, Hartree, Bose, Boctker and Rai, os regards the condition of reflexion 
of the waves from the ionosphere, have been shown to be identical A symbol -correspondence 
chart for the different symbols used by the diiferont workers has been given to faoihtato the 
understanding of the parallolism between the dilTorent methods Folanzatiou of the radio 
waves have been discuaseil fully 


Introduction 

The existence of the region of the atmosphere which we now call 'ionosphere’ was 
first postulated by Balfour Stewart (1878) to explain the daily variation of the 
earth's magnetic field, but it was in 1902 that Kennelly and Heaviside pointed out 
that the hypothesis of a conducting layer at a height of about 100 km can explain 
the paradoxical result that wireless signals can, m spite of the curvature of the 
earth, be propagated over great distances. It was, however, as late as 1 925 , when its 
existence was first directly proved by Appleton & Barnett (1925) in England by 
the slow variation of the transmitter wave-length and, later, by Breit & Tuve (1926) 
in the U.S.A. by the use of the pulse technique method The latter method, which 
is now in universal use for investigation of the ionosphere, given apparently spec- 
tacular exhibition of its existence, from the appearance of the reflected echo on the 
cathode ray oscillograph on a properly cahbrated time axis. 

The detailed interpretation of these echoes, however, is not so simple, as has been 
emphasized by various workers, and the reason is twofold, (a) experimental, and 
(6) theoretical. 
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Experimental methods in common use are: (i) The angle of incidence method 
developed by Appleton & Barnett (1925) to find out the height of the ionosphere 
consists mainly in comparing the signal mtensity received on a vertical with that 
received on a loop aerial. 

(ii) Wave-length change method also developed by Appleton & Barnett (1925)- 
In this method the interference'pattern of the ground wave and the sky wave are 
studied and the number of resultant signal maxima and minima are recorded under 
an artificial continuous change of phase of the transmitted wave-train. 

(ill) Group retardation method Breit Sl Tuve (1926) developed a novel method of 
measuring the time taken by the signal group to reach the ionosphere and then to 
come down to the receiver A pulse of very short duration is transmitted and received 
at a moderate distance from the transmitter Both the ground wave and the reflected 
wave are received on the same calibrated time axis of the cathode ray oscillograph. 
The sharp and regular echo received on the oscillograph screen points towards the 
existence of a reflecting layer Various other workers like White (1931), Bruewitch 
(i934),Goubau&;Zenneok(i93o), Colwclli Friend &; Hall (1936), Banerjee( 1945) have 
developed new techniques for intensifying and shortening the duration of the trans- 
mitted pulse, and pulses of 20 to 50 kW peak jiower, and duration of 10~‘^ sec. are at 
present available for studying the properties of the ionosphere 

The appearance of an echo pattern adds weight to the assumption underlying the 
ray method of tackling the propagation problem that the ionosphere may be re- 
garded as a sharply stratified medium, the width of each stratum being less than 
the wave used. It may bo pointed out that the methods of observation are not yet 
refined enough to prove the correctness or otherwise of the assumption of gradual 
stratification in the ionosphere Thus in ‘Breit and Tuve experiment' on the group 
retardation method, let 

a mm on the oscillograph screen = r sec. 
and A mm be the least measurable width on the screen = 1 mm. 

Then the minimum width of the reflecting layer, os can be inferred from the 
sharpest echo pattern, is for the best type of transmitting and receiving arrange- 
ment = rjetAv^ 1 km ~ lOA for the E layer, where v = velocity of propagation of 
the waves Thus even the sharpest echo pattern observed in the oscfllograph screen 
does not justify the assumption underlying the ray method Improved methods of 
generating very sharp pulses have already been devised, but the received echo is 
broadened owing to the fact that the band of reception of the receiver itself has a 
finite width. Still with these specially designed sharp pulse transmitters, Colwell, 
Fnend A; Hall (1936) have observed diffused echoes, showing that the wave is 
refleoted not from a sharp layer, but from a diffused layer. 

The theoretical difficulties are of a fundamental nature, for though after the great 
Bucoess of the group retardation method for investigating the properties of the 
ionosphere by sending wireless waves to and receiving them back from the ionosphere 
both vertically and obhquely , the actual problem of the propagation of the electro- 
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magnetic waves through the ionosphere has not been solved rigorously The reasons 
are 

(o) The equation of propagation of electromagnetic waves through the ionosphere 
had not been rigorously developed 

(6) The boundary conditions, by which are meant the arrangement of the antenna, 
the conditions of the ground on which the antenna ib situated and the physical 
conditions of the ionosphere through which the electromagnetic waves are pro- 
pagated, are difficult to be properly formulated and utilized in the solutions of the 
equations 

The theoretical method most in vogue is the magneii)-ionic theory developed by 
Appleton (1925) in England. It is also known as the ray method The hnal form to 
this theory has been given by Appleton (1932) Q-nd Hartree (1931) and discussed 
further by Appleton (1935) critical review of the methods based on the niagneto- 
lonio theory is given below. 


Present theoretical, methods 

In order to compare the merits of the different methods as well as to show their 
interconnexion, the different works will be transcribed to the same uniform notation 
and the different reference framework will be shown in the same diagram In fact, 
it has been shown that the works of Appleton (1932), Hartreo (1931), Saha, liai & 
Mathur (1937) Saha & Banerjea (i 945 ) b© deduced from the same general 
results At a later stage, a symbol correspondence chart will bo given which should 
enable the reader to follow the works of different authors in their original form 

The theoretical work done on this subject mainly consists of two pails, viz 

(1) Solution of the equation of motion of the charged particles in the earth's 
magnetic field, under the influence of the electric vector of the incident electro- 
magnetic wave This displacement p(^, Q has been usetl by the different workers 
for different purposes 

(2) Solution of the Maxwell equations 


1 . Solution of the equation of motion 

Taking a general framework XYZ the equation of motion of an electron in the 
earth's magnetic field H under the influence of the incident electric vector is 


ninC 




( 1 ) 


where p(£, f ) is the displacement of the electron, v the collisional frequency, c, mg 
the charge and mass of the electron (the sign of e has been already taken into account 
m the above equation) and c the velocity of light The effect of Lorentz' polanzation 
term has been neglected, os the discussions of Darwm (1934) have shown it to be 
negligible 
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Auuming that poc e***, equation (1) becomes 

p( -p*+ii7>) -^[p It H] - 

WflC WIq 

Introducing a new dyad [I x H] given by the matrix 



0 

-^z 

Hy 


1 

0 

0 

[lxH] = 


0 

-H^ 

. 1 = 

0 

1 

0 


-Hy 


0 


0 

0 

1 


we can express the vector product [p m H] as the scalar product of the dyad [I x H] 
With p, 1 e 

-[pxH] = [l xH] p 

Then the equation of motion becomes 

where /S = 1 —ivjp, 

cH 

Putting Cii « and breaking the above vector equation into components, 

m^cp 

we get 


E, 

e 

fi 

w. 

— Wy 


Ey 

-uo. 

fi 

*Wx 


E, 


VOy 

-ito^ 

fi 

c 


We can also express p m terms of £ either by finding out the dyad reciprocal to 
%c 

^ the usual method or from (3) by the usual determinant method. 

Thus 


V =^- Ey e*f>‘ 


K I I + II I 

or p = S. £, wliereS is the dyad reciprocal to x H]j occurrmg 

in equation (2) and given by the matrix in (4) with 

. _ r 1 _ Po _ 47riVe* 

N = number of ions per o o. 

From the matrix for S, we can write 

S ^ ^^(|+_iL [laii] (6) 
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where (HH) ia the dyadic product of the vector H Inatead of using the components 
of the displacement vector p we can use the polarization vector P defined by 

P = ^nNep = 47rJVcS . E = , E, (6) 

where is called 'the scattenng tensor’ by Darwin. 

Different workers used different frameworks and as a result, the components of 
the vector P are expressed m different forms XYZ (figure 1) is any general frame- 
work with OZ as vertical, this framework has been used by Hartree (1932) and Saha, 
Rai Sl Mathur (1937) OH is the direction of the magnetic field and ZX'OH is the 
magnetic meridian with OX* as the horizontal projection of the magnetic hne of 
force. Oy' is perpendicular to the magnetic mondian. Le t OZ' be the Hne in 
the magnetic meridian, perpendicular to OH Appleton (1932) used the framework 
X'Y*Z in which, for propagation along OZ, H^, = component of the magnetic field 
transverse to the direction of propagation = Hj,, H^* = 0, = component along 

the direction of propagation Saha &; Banerjea (1945) used the principal axes 
H Y*Z* of the tensor S in which = 0 and L ZOZ* = S, the dip angle. 


Z 



Figxtbje 1 

The components of polarization vector P were obtained explicitly in this form 
( 4 ) by Saha, Bai & Mathur (1937). Hartree (1931) obtamed the expression for the 
displacement vector in which the electrons are assumed to be bound by a quasi- 
elaatic force proportional to as the ions in the ionosphere are free, we put <;f = 0 
and then Hartree’s expression for the displacement vector is identical with ( 4 ). 
Appleton’s results are obtained from ( 3 ) by putting = 0,0)^ = 

Ey. = — ^ + 


( 6 ') 
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Saha & Banerjea'a resulta also follow from (3) by putting — tu, (i>^ = cuy > 0 : 

2 SohUion of the Maxwell equaJUon 

Next we proceed to set up the propagation equations for the electric and magnetic 
vectors of the electromagnetic wave from the Maxwell’s equations, viz. 

Vxff=i-I>, VnE = --A, 

c c 



VoD = 0, 

D = E+P. 

( 8 ) 

Then 

V* Vx 

c* 

= 0 . 

(0) 

and 

VxVxH-*V 

C 

xA = 0 

(10) 

Also from ( 6 ), Hiiice P = inNeS E, wo get 

D = E + 4nNeSE = (\ +i7rNeS) E=K.E, 

( 11 ) 


where K is the complex dielectric tensor and given by tlie matrix. 

I — 4rnA(fll^ — w“) ^nA(u}^u)^ — ifiwy) 

K= 47rA(<iJj.Wy-iy9wJ 1 — 47rA(/r““(y*) 47r A(WaWy + J (12) 

47r A(Wj.Wg + iP(i}y) 47r A(w, Wy - 1 — 47rA(/?^ - w*) 


rp irii> 

ITii) tP 

the former form ( 12 ) being with respect to the general co-ordinates, while the latter 
( 12 ') with respect to the principal axes OH^ OY\ OZ\ as used by Saha & Banerjea 
(>94S)- 

The vectors £, H and D occurring m the Maxwell equations ( 0 ) and ( 10 ) are the 
field vectors within the ionosphere The total electric field £, used in (9), however, 
may be looked upon, as suggested by Darwm ( 1924 ), as the siiporimposition of the 
incident field Ei and the resultant scattered field 

Let us next consider incident wave given by the electric vector 

where Nq is the wave-normal vector with components Z, m, n, r the propagation 
vector, and k is the wave number pjc. If we picture the ionosphere as a homogeneous 
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refracting medium, separated from the region where /i = \, by a sharp boundary 
(or stratified layer), and consider the wave travelling from below without change of 
wave form, we can put the refracted wave os represented by 


E = 

D = 
H = 


(13) 


where N is a vector with components I, m and q For vortical propagation Nq r = yz 
and q becomes equal to the complex refractive index 

Then, from (13), [V x ] = — tA[N x ], 

[VxVx ] = P[N*I-(NN)J. 

Thus the wave equation for the electric vector becomes 

^ rN»l-(NN)JE = D, (14a) 

or [(N»-1)I-(NN)1£ = P, (146) 

or [K-NM + (NN)]E = 0 (14c) 

Similarly for the magnetic vector 

[(N*-1)I-(NN)1H = [I xN]P. (15) 


Equations (14) and (15) ace the most general equations of propagation of the electro- 
magnetic field vectors in a homogeneous ionosphere Equations used by Hartree 
(1931), Appleton (1932), Saha, Bai & Mathur (1937), etc , can be obtained as special 
cases of (14) and (16). 

Thus Hartree confines himself to a wave polarized in the XZ plane and inclined 
at an angle 0 with OZ Then the components of the vector N occurring in (14) and 
(16) becomes sin 0, 0, q and (14a) becomes 


D^ = q*E^-qsmdE^, 

Py = (g* + sm*6>)E^, 

= —qemOEx + em^OE.,, 


( 10 ) 


which are identical with equations of Hartree’s (1931) work Hartree did not work 
out the corresponding equation for the magnetic vector. 

Appleton considered the case of vertical propagation of a linearly polarized wave 
and then the components of N are O, O, q, where q is the complex refractive index. 
Then (146) becomes, 

(g«-l)E,= P,: 

(g*-l)E^= i*^, . 


(17) 
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(q*-\)H^= qPy,' 
{q*-l)Hy = -qP^, . 
fl,= 0. j 


( 18 ) 


These equations are identical with equations (26) of Appleton ( 1932 ) Equations 
(17), again, can be obtained from (16) by putting 0 = 0 when Hartree’a case coincides 
with Appleton’s. 

In the Saha-Banerjea framework ( 1945 ) for vertical propagation, along OZ the 
components of N along OH, OY* and OZ* are —qmiS, O^gco^S, where is the dip 
angle Correspondingly, the wave equations become 


Dgj = cos* SEjf — g* sin 8 cos 

= — g*8inS cosdE^ 


(19) 


and {q*—\)Hjj= qcmSP^, 

(q*—\)Hy. = — jcoBdP,^ — gsintfi*-, 
(q^-l)H,. = ^q%mSPy. 


( 20 ) 


We can also evaluate the expression for the complex refractive index from equation 
(14c), which states thatthe determinant of the tensor [K - N* I + (NN)] must vanish. 
Since the value of refractive index does not depend on the direction of propagation 
of the wave and since the value of a determmant is mdependent of the axes used, 
we confine ourselves to vertical propagation and to Saha-Banerjea framework, 
which IS the principal framework and so four out of nine components of K vanish 
Thus = — qmiS, ^ 0, ^ q cos whore q is the required complex refractive 

index. The refractive index equation becomes 


1 — -5 — g* + g* sm*^ 
P 




— g* sm S cos S 
ino 




or 


— g* sin 8 cos 8 
g*- 1 - 


iru} 


1 - 


r/? 


2r 


— g* 4 -g* cos*<y 


„ w'cos^d /rw«co8*(y , . ..V 


( 21 ) 


which is identical with Appleton's equation. 
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Polarization of the radio waves 

The electromagnetic waves in the ionosphere are not strictly transverse with 
respect to the electric vector for (E r)^0 but they are transverse with respect to 
the magnetic vector as (H r) = 0 Thus, it has become customary to express the 
nature of the polarization of the radio waves in terms of the magnetic vector 
From (13) and (14) it can be easily shown that 





say 


Eliminating (l—q^) from this and equation (14) we get, 


,1 i oA. 


This is a quadratic equation in/, and, if/nA be the roots, 


fJt = 1, i.e. Pi = l//j„ = -^2 


( 22 ) 


In order to get the actual form of the polarization ellipse, we put — real part of 
and Hy = real part of Eliminating the time factor pt we get 


JJ2 ^ HI 

^ p p* 


i4*sin*^ 


(23) 


% 



Since the disenmmant of this quadratic form is negative, the vector whose com- 
ponents are Hy is an ellipse in the X Y plane. The points of contact of the ellipse 
with the circumscribed rectangle are ( ± ± i4 cos^), (±^ cosfi, ±^p) In 
general the axes of the ellipse do not coincide with the co-ordinate axes but the two 
systems may be brought to coincidence by rotating the ellipse through an angle ^ 
(called the tilt of the polarization ellipse) about the Z-axis, such that the product of 
the components of the vector H in the new co-ordinates vanish. This gives 

^ A/ 2pooBd 

tftn2^ = — 
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The second ellipse corresponding to the other root of the equation (22) is given by 


P* 






( 24 ) 


Since Hj. = Re Hy — ReAe^^-^\ for ^ positive the sense of rotation is clockwise 
and for ^ negative the sense is anticlockwise 

Let us next find out the values of p and From the relation 




we can obtain, by equating the real and imaginary parts, 


(f - 1) (/> + 1/p) co8<4 + (v/p) (p - 1/p) sm^ = 0, 
(vIp) (p + 1 /p) cos 0 - (r - 1 ) (p - 1 Ip) Bin 0 = 


From these two expressions it is possible to find out the values of p and 0, but the 
equations become somewhat unwieldy Let us first take the case where friction v 
can be neglected as this case leads to considerable simplifications. We have from above 


^ <i)G08><$ ( // 4Bin®cJ(l-r)*\l 

^ 2(1 -r)8ini\ I ^ w^cos^J /j’ 


(26) 


This expression was ob tamed by Saha, Rai & Mathur (1937) Q>nd was discussed 
fully by them, with special reference to the polarization of waves of 100 m 
length at selected stations ranging from the magnetic north to the magnetic 
south pole 

These relations have been verified by Appleton & Ratcliffo (1928) in England 
They put r = 0 for the reflected wave and get 


= 0 9633, Pa = —1-0373 for A = 100m 

Both the 0-wave and the a:-wavo are therefore nearly circularly polarized and the 
sense of rotation for the 0-wave is anti-clockwise showing 0 negative as we would 
expect from (24) 

For Australia, = negative, we have p^ = — 0 9732, p^ = 1 0274, both the O- 
and the .T-waves are again circularly polarized as observed by Green (1932) 

For equatorial region, there is only one observation, duo to Berkner & Wells 
(i937)atHuancayo Theyfoundpj = 1/0 129, p, = 1/7-643 with the 0- wave hnearly 
.polarized along the magnetio north-south and the X-wave along the magnetic 
east-west 

In order to link up the different methods the following transcription table is 
helpful. 
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Unification of notation of the different wohkebs 


quantity 
field veotora 
earth's field 
refractive index 
pulaatance 

gyrofreqiiency, 

collision frequency 
displacement of the ion 
dipole moment 
complex refractive index 
conductivity 
phase velocity 
group velocity 

Abbreviations usod 

mo 

Loren tse factor 
4nNe^ "p® 

4nNe^ L^'^ocJ pi 

fH 

THoCCp — IP) 

cH _Ps 

moCp p 

*vNe* ir pj 1 

f»oP*( 1 -w/p)l L /'•(i -wjp)'} ’ 

1 — tv/p 
iirNe^ 

e 

moC*( — p" + ii7?) 
scattering tensor 

mgpM 


Appleton and 


Saha and 

hiB school 

Hartroo 

hiB school 

D. E, M P 

IK L, U 

D, E, Mi, P 

H 

H 

H 

M 

P 

P 

P 

Kc 

P 

Pn 


Pb 

V 

2A> 

V 

(r. y. z] 

P 

(£. V. C) 

Mr(x, y, z) 

Aep 

y, C) 

cq 

K 

9 

0^1. ‘»’± 


u 

t? 

-- 

V 

w 

— 

111 


vl 

— 

^^2 

a 

fl 

0 

1 

— a 

- -P 


(To 

r 


_P 

b» 

y 


— 



r 


JbaH 

w 

_r 

T 

CO 

a 

a 


47r^ 




a* — 7* 

~~F 

— 

— 


1 


T 

a + a 

*^0 


— 

a 

e 

m^p'fi 

— 

c 

rfiA 

fi 

— 

r 
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CoNDITlONa OF BBFLEXIOK OF THE WAVES 


In order to explain the return of the radio waves from the ionosphere different 
workers have used different criteria. 

(i) Appleton & Hartree take that the wave gets reflected when the refractive 
index vanishes and obtain the well-known relation = p^ and p~^ = 2^0^ PPh ^ 
the conditions for reflexions. 

(ii) Booker (1936) assumes that the wave is reflected when the Foyntmg vector 
S becomes perpendicular to the wave normal N, 1 e for vertical propagation, the 
wave is reflected when the energy vector becomes horizontal. 

(iii) In order to explain the fourth condition of reflexion, observed by Bajpai Sl 
Pant (1937) at Allahabad, Rai ( 1 937) assumes that the vanishing of the group velocity 
should be regarded as the proper criterion for reflexion He obtained in addition to 

Appleton-Hartree conditions, a fourth relation pj = P® — « — ~^~P^ — Pr Pl’^Pt) 

P -Pl 


which explains the results of Bajpai & Pant 

(iv) Bose (1938) suggested that the wave gets reflected when the magnetic vector 
H is zero. This can take place, either when E is parallel to N or v/c~ao The first 
condition is, as will be shown presently, e€|Uivalent to Appleton’s condition 

All the above criteria are aftmmptionsi, and though probably they give us a rough 
approximation to the actual process of wave propagation in the ionosphere, they 
cannot be regarded as strictly mathematical solutions to the Maxwellian equations, 
not even for a homogeneous absorbing lonosphoro Further, in an absorbing medium 
as the ionosphere is, p can never become zero. 

It IB, however, shown below that the above four assumptions, though apparently 
different and probably intended by their authors to represent different criteria, 
are actually identical, when friction is neglected 

From the Maxwell’s field equations, for a homogeneous ionosphere 


dH/dt = 


where N wave normal, r propagation vector. Therefore 
H = Jfo = ipc/vlN X 

Thus the magnetic vector is normal to the plane defined by N and E Agam 
dD/dt = cV.H, i e D = 

where = [H x N] = cjv [- N(N £„) + ^ol- 

Thus D IS normal to the plane defined by Hq, and N and is coplanor with the vectors 
N and £, Hence, as in crystals, the wave is transverse m D and H The vector £ 
makes an angle V with D such that 
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The Poynting vector 5 = c/47r[E x H] is evidently coplanar with D, E and N and 
perpendicular to £, i e makes the same angle ^ with N The actual orientations of 
the field vectors are as shown in figure 3 


-0 



Expression for cos shows that all the conditions reduce to the single condition 
W = \ 7 r, for then /i^ = 0 (Appleton-Uartree condition), E becomes parallel to N as 
suggested by Bose and S becomes perjiendicular to N (Booker's condition) 

Thus the different postulates about reflexion of waves are identical 


Nature of the problem at present 

The above discussions have unified the different works on the problem of the 
propagation of the electromagnetic wave in the ionosphere as treated from the 
standpoint of the ray method, The shortcomings of this method have already been 
pointed out 

Recently, several workers have attacked the problem from the standpoint of 
wave treatment, though the inferences drawn therefrom are not substantially 
conclusive Hartree (1932) attempted to solve the wa\o equation by assuming a 
linear ion-bamer, which does not at all tally with the actual case Appleton, Naismith 
& Ingram (1939) have quoted a result of Booker’s, who has given a solution of the 
wave equation for a parabolic layer, valid for frequencies near the critical value, 
but invalid for other waves Wilkes (1940), Rawyer (1939), Rydbeok (1940) and 
others have attempted to solve the wave equation with different hypothetical 
lon-barriers which do not fit the actual case Saha & Rai (1937) attempted to 
solve for a general bamer, using B K W approximate method and tho short- 
comings of this method are pointed out by the authors themselves The complete 
forms of the wave equation have been deduced by Saha & Banerjea (1945) by using 
the principal axes H Y'Z'{X¥Z), and they have the form 


c*\ p* — ipp/ 


Here E^, Ey, E, have been written for E„, E^, E^ for the sake of simpliiioation of 
aymbolfl. 
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From these equations, we see clearly that on entrance into the ionosphere, the 
three components Ey~~iE^ travel with different velocities and absorp- 

tion, depending on pj, v, 

The wave equations are of the type, commonly known as the Riccatti equation, 
which often reduces to integrable equations like Bessel, Legendre, hypergeometnc, 
Airy’s integral, Whittaker’s integral for special functional expressions for the 
variable refractive index Some of these special forms have been used by the authors 
mentioned above, though the general cases have still not been attempted In fact, 
the general case of the Riccatti ’a equation cannot be solved analytically but it can 
often be reduced to approximate integrable forms, as in B K W approximate 
processes The analytical justification of such approximations are still lacking as is 
evident from the discussions of Langer (1937) The alternative method is to solve 
the problem by the method of integral equation, as the problem is much too similar 
to Liouville’s problem in integral equations 

To fit the actual lonosphenc case, however, other loss accurate but simpler 
methods are available For the E region, the ion- barrier is given as a function of 
height by Chapman (1931) and Pannekoek (1929), and the results though originated 
from quite different starting points are, as shown by Saha & Rai (1937), concordant. 
The nature of this function has also been tested experimentally to fit the ^-region. 
So the Riccatti equation can be put in this form, and its solution can be obtained 
analytically for different ranges, though no functional solution holds good for the 
entire range Then the different solutions can be made to fit each other by the common 
method of matching In this way a loss analytic but more useful solution can be 
obtained, which when properly adjusted to fit the boundary conditions will link up 
the strength of the received signal with the circuital constants and the wattage 
transmitted 

The alternative numencal method is to solve the equation with Chapman barrier 
with the help of Bush’s differential analyser and then to fit a group of analytical 
functions with the actual solutions. By this method also we can arrive at expressions 
like reflexion coefficient, etc., which are directly observable Attempts are made 
along both lines by the author 

The work was undertaken at the suggestion of Professor M. N. Saha, F R S., to 
whom 1 express my sincere thanks for constant help and guidance I have been the 
recipient of a Research Scholarship from the Radio Research Committee of the 
Council of Scientific and Industrial Research, and wish to express my thanks to the 
Council for facility to work and permission to publish this paper. 
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[PI alert ;i oiLcl 4] 


Tho HVRbeiii aliuii in iiiin -manganese- zinc has been examined in the range 0 to 96 % of zinr. 
Olid 0 to 3 % of inaiignnoNo Attention was dirooted only to tho constitution of the alloys above 
the solidus Using inicrugraphic and X-ray methods, and the chemical analysis of crystals 
separateil from sloi^ly cooleil alloys, it has boon shown that, according to composition, the 
plioaes MnAl^, Tj, MnAJ 4 , 7',, T, and MiiAl, may crystalliro as primary oonstitiients Both 
MuAlf and MnAli dinsolve small quantities of zinc, the phases 7\, T, and are ternary 
compounds Tho phase 'J\ is charactenzed by a ratio of four aliuniuium atoms to one of com- 
bined soUitoH, and an elef'tron atom ratio of 1 H6, calculated on the basis of the Pauling 
theory of transitional metals According to this theory, transitional metal atoms havo 
vacancies for electrons in their atomic orbitals, and llin present experiments m conjunction 
with earlier work suggest that these may be filled up os a consequence of alloy formation 
The phases 7’, atiil T, may be represented respectively by the fonnulao Mn|ZnA4 ciiid 
(Mn Zn) 4 AJ||. MiiAl,, which can dissolve small quaiititios of zinc, enters into equilibrium 
at a tornary eutectic (Zn 95 %. Mn 0 05 %, 37 A'* C) with tho primary solid solutions in zinc 
and aluininiiim resjioctivoly 


1. Introduction 

Tn the counie of work on the oquihbnum relations in the systems aluminium' 
manganese-nickel and alummium-rnanganeBe-copper(Raynor 1944a, 6), itwasshown 
that the ternary compounds which were formed, and which entered into equilibrium 
with tho primary aluminium -rich sohd solution, could be regarded as based upon a 
common plan In the latter system, tho ternary compound extends from copper 7 8, 
manganese 12 1, aluminium 80 1 atomic % to copper 6 9, manganese 16 0, aluminium 
78-1 atomic %, and appears to be based upon the arrangement (Cu Mn)Al4 The 
composition which is in equihbnum with both CuAlg and tho primary aluminium- 
rich solid solution corresponds almost exactly with the arrangement Cu2MngAl2o 
In the aliimmium-manganose-nickel system the corresponding ternary compound 
is also based upon the arrangement (Ni Mn)Al4, and experiment suggests that it is 
almost of the fixed composition Ni|MnjiAl|,o. 

The variations m the compositions characterizing these two ternary compounds 
have been mterpreted (Raynor 1944 A) in terms of the Pauling theory of the tran- 
sitional metals (Pauhng 1938) Accordmg to this theory, 6-78 electrons of the 3d 
and 4s quantum groups of the atoms of tho transitional metals of the first long period 
may be regarded as responsible for cohesion, while the remainder occupy 'atomic 
orbitals', of which 2-44 are available For the transitional metals of the first long 

[ 82 ] 
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period, therefore, vacancies for electrons exist m the atomic orbitals If it is assumed 
that these vacancies may bo filled by electrons absorbed from the structure as a 
whole when the transitional motal forms a minor constituent t)f a binary or ternary 
alloy, the electron atom ratios for the ternary compounds in the aluminium- 
manganese -copper and aluminium -manganese -nickel systems respectively may be 
evaluated as 1 - 80 and 1 ■ 84 *•* Further ev idence m favour of ih is absor[)tion of electrons 
by transitional metals has been obtained by a consideration of the lattice spacings of 
the primary solid solutions of chromium and manganese in aluminium ( Raynor 1945) 

It appears possible, therefore, tliat in this tjrpe of aliiinmium-nch ternary alloy 
the ternary compound which exists in equilibrium with the primary solid solution 
tends to bo based upon an electron atom ratio of approximately I 85, and at the 
same time to satisfy the condition that there should be four atoms of aluminium to 
one atom of combined solutes The latter condition must clearly depend upon size 
relationships between the atoms composing the structure. 

In order to gain further information with regard to this possibility, the system 
aluminium-manganese-zinc has boon investigated In this case the substitution of 
zinc for nickel or copper leaves the atomic size relationships relatively iinahectod; 
the valency factor, however, increases by unity on passing from copper to zinc 
The system would be expected, therefore, to contain a t-ernary compound based 
upon the ratio of four aluminium atoms to one of combined solutes, but with the 
composition so adjusted as to preserve the electron atom ratio at approximately 
1 85. Assuming that aluminium and zinc respectively contribute to the structure, 
3 and 2 electrons per atom, and that manganese, in accordance with Pauling's theory, 
has vacancies for 3 66 electrons per atom, the predicted composition of the expected 
ternary compound is. 

Manganese 28 01, Zinc 6-40, Aluminium 66 50 weight % 


2 Previous work 
(a) The binary systems 

The equilibrium diagrams of the binary systems aluminium -zinc and aluminium - 
manganese are satisfactorily established. Figure I shows the diagram for the 
aluminium-zinc alloys (Raynor 1943) according to the results of the most reliable 
work The liquidus curves fall smoothly from the freezing points of the pure metals 
to a eutectic at 95 % of zinc and a temperature of 382° 0 The solid solubility of 
aluminium in zinc is limited, but that of zinc in aluminium is extensive Between the 
composition limits 31 6 and 78% of zinc, and the temperature limits 365“ and 
276“ C, this solution splits up into a mixture of two facc-centred cubic phases. 

Figure 2 shows the equilibrium diagram of the aluminium-manganese system, 
based upon the results of Dix, Fink & Willey (1933), Phillips (1943), Butchers & 

• The aluminiuTTi -manganese -copper ternary phase has a range of hf»mogoneity The 
electron- atom ratio is calculated for the composition which is in equilibrium with MnAI^ 
and the aluminium rich solid solution 
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Hume-Botheiy (1945) and Koster & Bechthold (1938) A eutectic point, at which 
liquids a + MnAle, occurs at 1 96 % of manganese and a temperature of 658 5 ° C, 
the solid solubility of manganese in aluminium is limited, particularly at low tom- 
peraturea MnAl^ is formed by a pentectic reaction at 710 ° C from MnAl4, which in 
turn is formed pentectically from a j-phase containing approximately 34% of 
manganese Further pcritectic reactions involve the formation of S from MnAlj, 
and of MnAls from MnAl, which is a phase with a wide range of homogeneity ex- 
tending from 49 to 67 % of manganese Each of the four pentectic reactions tends 
to remain incomplete on coolmg, so that structures which are not in equilibrium 
are readily obtained. 



FinunK 3 

The zino-rich portion of the zinc-manganose system as given by Schramm (1940) 
is shown in figure 3 A eutectic is formed at 416 " C between the zinc-nch solid 
solution, which can hold 0-6 % of manganese in solid solution at this temperature, 
and a monochnic f-phase containing 0-2% of manganese Further pentectic 
reactions, involving the c- and i-phosea of this system, occur at 462 ^^ and 428 ® C, but 
these are of little importance for the present work 

(6) The ternary system 

No previous work on the aluminium -nch alloys of the system al u minium -man - 
ganeso-zinc appears to have been published. Experiments on the equilibrium rela- 
tions in the zmc-nch comer of the phase diagram have, however, been reported by 
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Gebhordt (1942), and are Hummarized in figures 4 and 5, which show respectively 
the projection of the surfaces of primary separation, and the equilibrium relations 
in the solid state at 350° C At (zinc 99-15, alummium 0 65, manganese 0 3%; 
412-6° C) the liquid and the binary zinc-manganese ^-phase react together to form 
the zinc-rich solid solution and a phase denoted V A ternary eutectic involving the 
aluminium-nch and zmo-nch sohd solutions and the compound V is formed at 
-By (378° C). The composition of the eutectic point is given as 96 % of zinc and 0 04 % 
of manganese This point is therefore almost coincident with the binary aluminium- 
zinc eutectic. Figure 5 shows that at temperatures close to that of the eutectic the 
zinc-nch solid solution can take up approximately 0 6% of manganese and 1-0% 
of aluminium, while the face-centred cubic solid solution based on alummium can 
take up approximately 83-0 % of zinc. The composition of this latter phase which 
enters into equilibmim with the zinc-nch solid solution and the V-phase, however, 
corresponds with only 0-06 % of manganese The composition of the F-phose was 
not accurately established, it had the characteristics of on intermotallic compound, 
and extrapolation of the nicies of the three-phase tnangle inside which it is m 
equilibrium with the aluminium-rich and zinc-nch solid solutions suggested that it 
contained little zinc, and approximately 30% of manganese 



Figubic 4 



Figube fi 

From a companson of figures 1, 2 and 4, it is clear that the ternary aluminium- 
manganose-zinc equihbnum diagram must contam a very long eutectic valley, 
stretching from the binary aluminium-manganese eutectic to the ternary eutectic 
point at 05% of zinc In this respect the system differs from those previously 
examined, this is of importance with respect to the number of phases which may 
enter into equihbnum with the aluminium -rich solid solution. 
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3. Expichimektal methods 

PreliminaTy oxpenment/S, involving the annealing of chill -oast alloys having com- 
positions within the range 0 to £5 % of manganese and 0 to <i0 % of zinc, showed that 
equilibniim was very diflicult to attain within a reasonable time of annealing. 
Many alloys, after annealing periods of more than 3 weeks, showed four phases, m 
the form of hard particles of three different in considerable relief, set m a 

matrix of aluminium-nch solid solution Experiments indicated that these phases 
were all present in the chill castings, and that the elimination of the unstable phase 
or phases by subsequent annealing was very slow In order, therefore, to obtam 
information with regard to the phases which might be piosent, it was decided to 
investigate the system by the method of slow cooling from the melt, with Hubso(]uent 
micrographical examination Difficulties eneounteroil made it (essential to extract 
and examine the primary crystals deposited m the alloys 

(a) Maieruils ustd 

The materials used m the preparation of the alloys were as follows 

(i) Pure zinc The only elements detected spoctrographically, and their approxi- 
mate amounts, were load 0 0001 %, cadmium 0-00006% and calcium 0 0001 % 
For oertam preliminary alloys, zinc of ' Grown Special * grade was used It contained 
lead 0 0007%, cadmium 0 0010%, iron 0-0010% and copper 0 0002%. These 
materials were presented by the Imperial Smelting Corporation, Ltd., of Avoii- 
mouth, to whom the authors express their sincere gratitude. 

(ii) Super-purity aluminium, kindly presentetl by the Bntish Alummmm Com- 
pany, Ltd 

(ill) Aluminium-manganese master alloys, of which one, contammg 9 62% of 
manganese, was presented by the Mond Nickel Company, and the other, conbaming 
6 26% of manganese, was presented by the British Aluminium Company, Ltd. 
These master alloys were prepared from pure matenals, and the authors’ thanks are 
due to the laboratones in which they were produced 

(6) Preparation of alloys 

Alloys containing less than 60 % ot zinc were prepared in quantities of 60 to 100 g 
Those containing 60 to 95 % of zme were made up in quantities of 100 g In all cases 
wcighed-out quantities of alummium and the aluminium-manganese master alloy 
were melted together in a crucible Imed with an alumina-fluorspar mixture, using 
a small electric crucible furnace . After thorough stimng with a sintered alumina 
stirring rod, the requisite quantity of pure zinc was added and quickly stnred into 
the melt, which was then allowed to cool slowly in the furnace The rates of cooling 
varied somewhat at different stages of the research, but were in general of the order 
of 1 to 2° C/mm 

When cold, the cylindrical mgofa were sectioned longitudinally, and one section 
ground, polished and exammed metallographically. The results of the micrographic 
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examination were difficult to interpret, no etching reagent was found which would 
satisfactorily differentiate between different intormetallic compound crystals, and 
the constitution could only be judged quahtatirely from the general appearance of 
the microsections. 

(c) Extraction of primary cryatala 

Pnmary, and secondary, crystals present in the alloys were extracted by an 
electrolytic method Each ingot was made the anode of an electrolytic coll (Egure 6), 
of which the cathode was a nickel strip and the electrolyte a mixture of dilute hydro- 
chloric and nitnc acids Under those conditions, using a current density of approxi- 
mately O’l ainp./sq in , and a potential difference of 8V, the solid solution matrix 
was slowly dissolved away 'rhe mtermi^tallic comjiound crystals present fell away 
to the bottom of the coll When sufficient residue for examination had collected, the 
electrolysis was stopped, and the residue well washed with 50 % nitnc acid, followed 
by several washings with distilled water After nnsing with alcohol, the residue was 
dried by gentle heatmg. 



All residues were firat examined under a binocular microscope Detads of these 
experiments are given below. In all cases the extracted crystals were clean and 
apparently un attacked by the reagents used for extraction Crystal faces were 
often well developed and of very high reflectivity 

In no case, under any conditions of coolmg which were attempted, were homo- 
geneous residues obtained Examination under the mioroscopo showed that the 
extracted residues were mixtures of two, or sometimes three, different intermetallic 
compounds, with clearly differentiated habits. In order to identify these, crystals 
of each crystallographic type were hand-picked, using forceps, from the mixture, 
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and aubmitted to chemical analysis. In critical cases X^ray examination was also 
used Analysis confirmed the differentiation of the various phases on the basis of 
their observed habits. 

(rf) Analytical method 

Since the hand sorting of extracted residues was somewhat laborious, analytical 
methods capable of giving accurate results with small quantities of material were 
explored In general, 0 2 to 0-3 g. of residue could be collected from tlio mixtures by 
picking out good crystals about whose crystallograpliic habit there could be no 
reasonable doubt 

The analytical method finally adopted, after repeaUnl tests on synthetic solutions 
containing alummium, manganese, and zinc in approximately the same concentra- 
tion as that to be expected during the assay of extracted crystals, was as follows 

The crystals were dissolved in the minimum quantity of 50% sulphuric acid, 
and the clear solution made alkalme with caustic soda until the hydroxides of /me 
and aluminium had redissolvcd Hydrogen peroxide was added, and the mixture 
boiled to decompose excess of this reagent The supernatant liquid was filtered from 
the precipitate of hydrated manganese dioxide using a sintered glass crucible To 
determine the manganese, the precipitated dioxide was dissolved m nitric acid 
containing a little sulphurous acid, and the solution diluted and boiled The solution 
was oxidized with sodium bismuthatc, filtered, and the manganese m the filtrate 
estimated in the usual way by the addition of an excess of ferrous ammonium 
sulphate and back-titration with potassium jjermangaiiate solution The zinc was 
estimated in the acidified filtrate from the manganese precipitate by clirect titration 
with standard potassium ferrocyanide solution (containing a little |)otassium 
femcyanide), using diphenylamine as an Internal mdicator All solutions employed 
were I'cguJarly standardized, and reproducible results were obtained throughout 
the research 

(f") X-ray eramination 

Certain specimens of extracted crystals were aubmitted to X-ray examination 
For this purpose they were crushed to powder in an agate mortar, and mounted 
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on hairs in the usual manner with Canada balsam dissolved in xyloL Specimens were 
exposed, in a cylindrical Debye-Scherror camera, to iron Ka radiation from a Metro- 
politan-Vickers demountable X-ray machine. 

In the course of the work, thirty-three alloys were examined. Their compositions 
are shown diagraramatically in figure 7. In order to facilitate description of in- 
dividual alloys, compositions will be referred to in terms of the weight percentages 
of manganese and zinc in the alloy. Thus, the term 'alloy 2-0/80' refers to an alloy 
containing 2 0 % of manganese and 80 % of zme 

4 The MiCHosTaocTUHEa of the alloys 

As noted above, all alloys were carefully examined micrographically before 
residue extraction In general, these examinations wore not informative, owing to 
the fact that it was extremely difficult to distinguish between the intermetallic 
compound phases with any certainty in either the unetched or etched conditions 
The hard crystals, being set in a much softer matrix, were always seen in considerable 
relief, which was difficult to avoid la addition, the large dillerence in electro- 
chemical charactensticB of the particles and tlie matrix led to all etching reagents 
giving vigorous attack on the matrix, leaving the hard particles relatively unaffectocl. 
No marked differences in relief between various types of hard particles were observed 
Distinctions m the shapes of particles in the microsections were noted, but subse- 
quent examination of the extracted residues showed that such distinctions could 
be quite misleading No detailed description of the microstructures observed will 
therefore be given, except in so far as they assist the interpretation of the results and 
the construction of the diagram showing the surfaces of primary separation 

The first point to be noted is tliat the crystals in the microsections of alloys 
3 0/20, 3 0/30 and 3-0/40 were mostly homogeneous but occasionally included small 
spines ot a slightly darker material (figure 8, plate 3) Since these crystals were 
subsequently shown to be MnAl^,, it was concluded that these compositions were 
just on the edge of the field in which the phase MnAl^ deposits as primary crystals, 
hut that these small first-deposited crystals were quickly surrounded, by pentectic 
reaction, by thick sheaths of MnAl^, which then continued to separate as the primary 
constituent until the temperature was reached at which MiiAIa and the primary 
solid solution separate together 

No further evidence of pentectic sheaths round cores of a different matenal was 
obtained in alloys containing less than O0% of zinc, with the exception of alloys 
3-0/70 and 2 0/80 Alloy 3 0/70 showed primary needles, some of which hod spines 
of darker material, and secondary plates, some of which, in cross-section, had the 
appearance of needles. A portion of the microstruoture is shown in figure 0, plate 3. 
Alloy 2-0/80 showed primary crystals of a dendritic type (figure 10, plate 3), together 
with plate-like matenal A few of the dendntic crystals, however, possessed small 
spines of darker matenal. In both these cases, therefore, the alloys he on the edge 
of a region in which some unidentified phase deposits, which is subsequently trails- 
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formed by peritectic reaction into the phase which predominates in the actual 
microstructure. 

The alloys containing 90 and 95 % of zmc will be discussed below with regard to 
the nature of the ternary eutectic 

Figures 8 to 13, plate 3 show a representative senes of microstructures in which 
the phases have been identified as a result of the experiments described in the 
following sections 

6 General dbsi’Ription of extracted UEsincEs 

It was not possible, from the micrographio examination, to decide how many 
phases existed in equilibrium with the primary solid solution, or to assess the limits 
of thoir occurrence In the examination of extracted residues by moans of the 
binocular microscope, however, seven distinct forms of intermetallic compound 
crystal were observed 

The extracts from alloys 3 0/6 and 3 0/16 consisted entirely of long needle-shaped 
crj’^stals in the form of rectangular pnsms (figure 14, plate 4) Those crystals were 
exactly of the form associated in earlier work (Raynor 19446, Raynor & Humo- 
Rothery 1943) with the compound MiiAlu 

The extract from alloy 3 0/20 was also predominantly of this type, but contained 
in addition a small amount of a different type The latter crystals were small, 
regular in shape, and approximately equi-axed as shown in figure 15, plate 4 
Extracts from alloys 3-0/30 and 2 0/30 showed an increasing amount of this con- 
stituent in addition to the suspected MnAl^ crystals, while those from alloys 2'0/36 
and 3 0/40 consisted almost entirely of the regular-shaped crystals, with a small 
amount of the suspected MnA4 phase. In addition, the extracts from 2 0/36 and 
3-0/40 contained a few very fine long needles, which wore clearly of a different typo 
from those which were suspected to be MnAlg. The thm needles are shown in 
figure 10, plate 4. 

This behaviour was mterpreted as indicating that in bhoso alloys MnAl,, was the 
primary constituent, but that a secondary separation of the equi-axed crystals 
took place. This view was confirmed by tho fact that, in the extracts from all alloys 
between this range of compositions and 05 % of zinc, no suspected MnAl^ crystals 
were observed The residues consisted largely of the equi-axed crystals, which wore 
somewhat increased in size, together with the fine needles, which increased in 
amount as the zinc content of the parent alloy increased In this rango of com- 
positions, therefore, the equi-axed crystals form the primary constituent, and are 
followed by a separation of fine needlos. 

At zmc contents greater than 05 %, none of the regular equi-axed crystals were 
observed The extract from 3-0/67-4 consisted almost entirely of the thin needles, 
while those from alloys 3 0/70 and 1 5/70 contained large amounts of these needles. 
It was concluded that in this range the thin needles were the primary phase. It was 
observed that the needles were approximately hexagonal in cross-section, and 
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microBtnictures of these alloys before residue extraotion showed areas which were 
very similar in appearance to those containing hexagonal MnAl4 crystals published 
by Phillips (1943). 

In addition to primary needlosj the extracts from alloys 3 0/70 and 1-6/70 con- 
tained plates, which were very thin, of high reflectivity, and sometimes considerable 
area These plates tended to be rectangular in shape, as illustrated in figure 17, 
plate 4. The amount of the thin plato-hke crystals increased considerably in the 
extract from alloy 1-25/75, but the primary crystals were still of the needle typo. 
This evidence suggests that primary crystalhzation of the needles is followed by a 
secondary deposition of the thin plates With the alloys employed, the region in 
which the plates separate as primary crystals was not observed 

The extracts from alloys 2 0/80, 1-0/80, 0 75/85 and 0 5/90 all showed primary 
crystals of a comjiletely different type from any observed in alloys less rich m zmc. 
The crystals were of a peculiar dondritio form, os indicated m figure 18, plate 4, 
with the surfaces parallel to the directions of the dendritic arms almost parallel to 
each other Secondary crystals were also present in these extracts and took the form 
of thin shiny plates of a different type from those previously observed These thin 
plates (figure 19, plate 4) had a high reflectivity and were seen under the microscope 
to possess characteristic hexagonal markings on their surfaces. They were very 
fragile and easily broke into pieces during the sorting operations In the unsorted 
residue, however, many complete plates were seen to be approximately hexagonal 
in shape 

The residue from alloy 1-0/90 was, however, of a different type, this contamed no 
dendritic crystals, but was composed of a mixture of two types of flat plates, of 
which one was easily recognizable as the same material as the shiny plates met with 
in the 0-5/90 alloy The other crystals appeared to be of a new t3rpe, and the con- 
stitution of this alloy is discussed more fully below in connexion with the nature of 
the ternary eutectic 

In this work, therefore, the existence of several types of primary crystals, 
according to the composition of the ternary alloy, was recognized. The persistence 
with which two or more types of crystal are deposited from the melt is explained 
by the very long eutectic valley extending from the aluminium -manganese axis 
almost to the aluminium -zinc axis at 95% of zinc Reference to figure 20, which 
shows schematically the forms of primary surfaces m a hypothoiical equilibnum 
diagram containing a long cutectio valley, mdicates that, whatever primary phase 
separates, deposition of one or more other phases will follow An alloy of com- 
position X, on cooling to the liquidus surface, will deposit the primary A phase, 
and the composition of the remainmg liquid will, on further cooling, move towards 
the eutectic valley pq. When the composition of the liquid reaches this hue, simul- 
taneous deposition of a and A occurs, and the composition of the Uquid moves along 
the line pq towards q When the point r has been passed, a and B separate together; 
after passing the point s, a and C separate, and so on. The process continues as long 
as there is any liquid left; if cooling were sufficiently rapid for solidification to end 
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at the ternary outeetic g, tlie alloy X would contain, m addition to primary A, 
crystals of the B, C and D phases Under the conditions used in the cxpenments, 
the rate ol cooling was sufficiently slow to limit the number of intermetallic com- 
pound phases present to two or sometimes three. 


Tiinhil Jit 



Fiuore 20 

6. Analytical results 


Tlie results of the chemical analysis of thirty-five pure speciinens, hand-sorted 
as previously described, are given in tabic 1, which is self-explanatory, and are 
plotted in figure 21 in some cases, where the composition of a phase hod been 
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established by the determination of both manganese and zmc, the manganese alone 
was estimated in order to confirm the identification of the crystals in other extracts 
Reference to figure 21 shows that the compositions of the crystals extracted from 
alloys containing less than 96 % of zinc fall into five distinct groups. The analyses 


Tabj:.£ 1 


alloy 

type of extracted crystal 

Mn % 

zinc % 

3 0/6 

priaiTiatiG needles 

- 

0 36 

a 0/30 

prismatic needles 

23 88 

— 

2 0/30 

prismatic needles 

24 41 

0 78 

2 0/35 

regular equi-axed 

27 00 

6 51 

3 0/40 

prismatic needles 

23 95 

— 


regular equi>axed 

27 3 

— 



27 6 

6 6 

2 0/40 

regular equi-axed 

27 55 

6 02 


thin noodles 

30 2 

— 

2-0/46 

regular equi-axod 

27 20 

7 4 


thin needles 

30 2 

3 66 

3 0/47 4 

regular equi-axed 

27 07 

6 48 

3 0/30 

regular e(]ui-axod 

27 18 

— 



27 3 

7 18 


tliiii needles 

30 6 

4 3 

2 0/60 

regular equi-axed 

26 08 

7 4 


thin needles 

30 1 

— 

2 0/56 

regular equi-axod 

26 6.5 

8 01 

3 0/00 

regular equi-axed 

26'37 

8 8 


tViiii needles 

30-2 

— 

2 0/00 

regular equi-axed 

26 40 

8 46 


thin needles 

30 68 

4 01 

1-76/06 

regular oqui-axcMl 

26-65 

802 


thin needles 

30 63 

4 07 

3 0/07-4 

thin needles 

30 3 

— 

3 0/70 

thin needles 

30 76 

— 

1-6/70 

thin plates 

26 70 

16-37 

1 26/76 

thin needles 

20 75 

6-16 


thin plates 

26 06 

16-70 

2 0/90 

dendritic crystals 

26 01 

23 81 

1 0/90 

dendntic crystals 

27 14 

23 16 

0-75/96 

dendritic crystals 

26 3.5 

24-03 

0 6/00 

dendritic cr 3 rstiils 

26 13 

23 02 

0 26/06 

plates with hexagonal markings 

38 88 

0 6* 

0 35/06 

rectangular plates 

GO 23 

none detected* 


* wSee § 8. 


confirm that the prismatic needles are MnAlu, which can take up small amounts of 
zmc into solid solution The regular eqm-axed crystals, the thin plates, and the 
dendntio crystals clearly correspond with three different ternary compounds, which 
have been denoted T|, and respectively The analysed compositions of the thin 
needles suggest that they correspond with MnAl^, which has zinc in solid solution. 
Further reference is made to this point in §§ 7 and 10. 
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7. X-RAY RESULTS 

In order to confirm the indications of the analytical and micrographic experi- 
ments, a senes of X-ray diffraction patterns was obtained Comparison of the 
pattern given by the rectangular prism crystals from alloy 2 0/30 with that obtained 
from a sample of pure MnAld extracted from a binary aluininium-manganeso alloy 
showed without doubt that these crystals were correctly identified as MnAl^, 

Diffraction patterns given by pure MnAl 4 crystals wore similarly compared with 
that given by a t3rpical S|>ocimen of the thin needles, separated from alloy 2 0/35 
The patterns obtained were very closely similar in the general arrangement of the 
lines The diffraction lines in the films obtained from the ncodlc-Hbapecl crystals 
showed some very slight differences in position when compared with the corre- 
sponding MnAl 4 lines, this may easily be accounted for by the presence of zinc in 
the extracted crystals The general agreement of the patterns suggests dearly tliat 
the needle-shaped crystals correspond with a solid solution of zinc in the binary 
aluminium-manganese compound MnAl 4 

Photographs were also taken of T’j crystals from alloy 3 0/47-4, crystals from 
alloy 1 25/75, and crystals from alloy 2 0/ HO These showed patterns which, as 
expected, were charactoiistically diffeieiit from each other, and from tlioso of the 
phases of the binary aluminium -manganese system These photographs, owmg to 
relatively high general background scattenng, were not suitable for reproduction 
It is hoped, however, to present a more detailed X-ray study of these phases later 

8 Equilibrium in the region oit the eutectic’ 

As explained in §2 the ternary eutectic, according to the work of Gebhardt, 
involves equilibrium between the aluminium solid solution, the zinc solid solution, 
and a compound V containing little zinc and approximately 30 % of manganese. 
In an effort to characterize the phase V more closely, slowly cooled alloys with 
compositions m the neighbourhood of the eutectic were examined. As already 
indicated, alloy 1 0/90 gave a residue composed of two typos of flat plates, one 
roughly rectangular in shape, and the other of irregular shape and high reflectivity, 
similar to those observed in other specimens. The microstructure of this alloy showed 
that many of the crystals were cored, thus rendering the extract unsuitable for 
accurate analysis Alloy 0 6/90 was free from those defects, and the extract consisted 
of the dendritic phase (see table 1) together with the irregular shiny plates These 
results suggest that, although the primary crystals in alloys 1 0/90 and 0 6/90 wore 
different, both wore followed by the crystallization of the thin shiny plates, in the 
former case by a poriteotic reaction, and in the latter case by secondary deposition 
as explained in §5 Alloy 0 6/96 showed a microstructure similar to that of alloy 
1 -0/00, and a similar extract was obtained, which was, because of the conng observed, 
unsuitable for analysis An alloy of composition 0 25/96, however, showed a micro- 
structure in which the crystals were almost entirely free from any peritectio inclu- 
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Hions, the extracted residue contained a few of the rectangular t3rpe of plate, and a 
quantity of the thin shiny material An alloy containing slightly more manganese 
(0-36 %) contamed the same two types of crystal, but with the amounts reversed 
It appeared clear, therefore, that in both cases the rectangular type of crystal 
separated first, followed by the shiny plates The ternary eutectic therefore involves 
equilibrium between the latter and the two solid solutions Confirmation of this view 
was given by the extract from alloy 01 6/96, which, though very small m amount, 
consisted entirely of the thin shiny plates 

As shown in table 1, analysis of the thin irregular plates proved them to contain 
38-88% of manganese, and 0-6% of zinc, while the rectangular plates contained 
60-23 % of manganese Reference to figure 2 makes it very probable that the former 
are to be identified with the phase MnAIg, which occurs at 40 % of manganese in the 
binary diagram, and the latter with the phase MnAl, the aluminium-rich boundary 
of which occurs at approximately 60 % of manganese. 

It IS therefore confirmed that the intermetallic compound phase which enters into 
the ternary eutectic contains very little zinc, and the experiments suggest that it is 
the phase MnAIg Equilibrium relations in this region are, however, complex, and 
with a small increase m manganese content above that of the ternary eutectic, 
MnAl may separate as primary crystals. The diagram given by Gebhardt (figure 4) 
has therefore to be modified, and his K-phase identified with MnAIg. The form of 
the surfaces of pnmary separation above 90 % of zinc, os suggested by the present 
work combined with that of Oebhardt, is given in figure 22. 



zinc, weight (%) 
Figure 22 


9. The surfaces of primary separation 

From the results desonbed in the preceding sections, a diagram showing the form 
of the surfaces of pnmary separation may be constructed This is shown in figure 23, 
which is self-explanatory The boundaries of those regions of primary separation 
are only to be considered as approximate at the higher manganoso contents, but the 
intersections of the boundaries with the eutectic valley are accurately established 
by the points plotted on the diagram. 

Several features of mterest are presented in figure 23. In the first place, the 
extension of the primary MnAIg and pnmary MnAl fields from the alummium- 
manganese axis almost to the manganese-zmo axis, as suggested by these experi- 
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ments, ia remarkable. It results in the cr 3 rBtaUization, m the neighbourhood of 05 % 
of zinc and at temperatures of the order of 380*^ C, of compounds which separate only 
at temperatures above 000 ” C m the binary system aluminium-mangauese 

Agam, the extension of the primary MnAl^ field to the eutectic valley is of interest, 
and is easily understood as a consequence of the existence of this long valley, 
running nearly parallel to the aluminium -zinc axis of the ternary diagram 



Figurr 23 


The present experiments provide no evidence that the field corresponding with 
the primary crystallization of the j-phase of the bmary aluminium-manganese 
system extends to the eutectic vaUey. The succession of phases deposited on passing 
along the eutectic valley towards the ternary eutectic is 

MnAl, ^ Ti -►Mn AI 4 MnAlg. 

The boundary between the primary MnAl, and primary H field can therefore not 
extend to the eutectic valley, and has been tentatively inserted as a dotted line in 
figure 23 

According to the experiments described, alloy 1-25/75 deposits primary MnAl 4 , 
while alloy 1-0/80 deposits primary crystals. Between these two compositions, 
however, separation of the phase occurs, so that the region m which this phase 
orystaUizes as the primary constituent must be confined to a narrow range of 
compositions between 76 and 80 % zinc, as shown. 

10. Discussion 

The results desoribed m the preceding seotions indicate that the equilibrium 
relations above the solidus in the system sluimmum-manganese-zmo, with small 
amounts of manganese, are complex in nature No fewer than six different regions 
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of primary aeporation extend to the euteotio valley which joins the binary al uminium - 
m^ganese eutectic to the zinc-nch ternary eutectic. All six of the phases which 
crystallize in these primary fields may therefore be expected to exist, in the solid 
alloys, in equilibrium with the primary solid solution based on aluminium This 
somewhat unusual state of affairs is due essentially to the wide solid solubility of 
zinc in aluminium 

(a) The ccmjiound MnAlg 

Up to a zinc content of approximately 36 % at 2 % of manganese, or 43 % at 3 % 
of manganese, the primary phase is MnAI^, which can take up small quantities of 
zinc The composition of the MnAl^ crystals which separated from alloy 2 0/30 
shows that at least 0 76 % of zinc may be held in solid solution Since MnAI^ will 
separate from alloys richer in zinc, it is improbable that this amount of zinc corre- 
sponds with the maximum solid solubility of zinc in Mn Alg The maximum solubility 
is not likely, however, greatly to exceed this value The analysed composition of the 
crystals from alloy 2 0/30 corresponds with the formula ZnooaM^^o-tte^U* 
providing some evidence that zinc replaces manganese in the compound atom for 
atom. 

(6) The ternary compound 

In a region from 35 to approximately 69 % of zinc, for manganese contents between 
1 and 3 %, the ternary compound T^ crystallizes os the primary constituent The 
composition of this compound is of particular interest, from the point of view of 
the theory referred to m § 1. As stated above the compound may be expected to 
possess a composition based upon a ratio of four aluminium atoms to one of combined 
solutes, and an electron atom ratio of 1*85 

For calculation of electron atom ratios for structures containing transitional 
metals, it is assumed that each transitional metal atom absorbs from the structure 
as a whole sufficient electrons to fill up its 'atomic orbitals’ to the maximum per- 
missible extent According to the theory developed by Pauling (1938), the transi- 
tional metals of the first long period have the followmg vacancies per atom in their 
atomic orbitals. 

Cr Mu Fo Co Ni 

4 00 3 00 2 00 1 71 0 01 

In the system alummium-manganese-zinc, therefore, each aluminium atom 
contributes three electrons to the structure and each zinc atom contributes two; 
each manganese atom, however, absorbs 3 66 electrons from the structure as a whole 

In figure 24, the line ab represents a constant ratio of four aluminium atoms to 
one of combined solutes, while the line cd represents a constant ratio of 1 85 valency 
electrons per atom of the structure, calculated os indicated above When the com- 
positions of the compound 7| as determined by analysis are also plotted, it is seen 
that, except for the residue from alloy 3-0/40 which may have been contaminated 
with a small amount of MnAl«, the points representing extracts from alloys con- 
taining less than 66 to 60 % of zinc lie accurately on the of Ime constant atomic 
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ratio. The point repreaenting the sample with the least zinc in it oorreBponda almost 
exactly with the intersection of the constant atomic ratio line and the constant 
electron : atom ratio line, and is therefore in excellent agreement with the predicted 
composition (§1) It is clear, therefore, that the formation of this compound depends 
upon the simultaneous satisfaction of two factors — an electron atom ratio of 1 85 
and a ratio of four alummmm atoms to one atom of combined solute The 
compound is analogous to the ternary compounds observed in the alumuiiiim- 
manganese-mckel and aluminium-manganese-coppor systems. 
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To facilitate comparison, in figure 25 the compositions of the coiresponding 
ternary compounds in the alloys of aluminium and manganese with copper, nickel, 
and zinc are plotted in atomic .percentages, and the constant atomic ratio and 
electron ' atom ratio Imes are also shown. 

Reference to figure 24 shows that, as the zmc percentage of the alloy from which 
the ciystals were extracted increases, the composition of the primary crystals 
moves initially along the Ime ab, but for alloy zinc contents of more than 55 % of 
zmc, begins to deviate from this line. In this connexion, it should be remembered 
that the temperature at which the pnmary separation occurs decreases as the zinc 
content of the alloy increases. The points plotted therefore correspond with the 
compositions of the phase at different temperatures 

(c) compound MnAl 4 

According to the results given in figure 23, the primary MnAl 4 field extends, at 
low manganese contents, only from approximately 69 to 76 % of zinc All the 
specimens analysed for both manganese and zmo, except that from alloy 1-25/75, 
therefore correspond with secondary crystals. Smce the phase is clearly of vanable 
composition, the compositions of secondary crystals represent an average only. 
It is this factor which accounts for the close agreement of the analysis from all 
samples except that from alloy 1-25/75 This extract, smce it was obtained from an 
alloy at the extreme zmc-nch end of the region in which MnAl 4 crystallizes as the 
primary constituent, probably represents roughly the limiting solubibty of zinc 
in MnAli Zinc therefore dissolves in the compound MnAl 4 up to a hmit of 
approximately 5-2%, the substitution of zinc for manganese being approximately 
atom for atom. 


(d) The ternary compound 

The composition of the ternary compound is also of interest, since it corre- 
spends accurately with the formula MngZnAlg. The electron : atom ratio of this 
compound, according to the scheme outlined above, is 1-81 If, however, the con- 
tnbution to the structure of two atoms of manganese together with one of zmo is 
considered, it is seen that there remain 5*32 vacancies to be filled by electrons from 
the structure as a whole This is very similar to the oontnbution (5-13 vacancies) of 
three cobalt atoms, and it is possible that the compound is analogous to C 0 AI 3 , 
which has an electron - atom ratio of 1-82. 

(e) The ierruiry compound Tg 

The ternary compound Tg cannot be represented by os simple a formula as the 
compound 7g. It appears to dbnform most closely with the arrangement (MnZn)gAIii, 
or Miig gZng.gAlii. It may be significant that the electron ratom ratio of this com- 
pound is close to that of MnAl 4 , as shown in figure 24. 

From the results of these experiments, therefore, it is clear that both size^and 
electronic factors may operate together m mtennetsUio systems of the type examined . 
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In particular, it is very probable that, when present as a minor constituent in alloys 
based upon a solvent of relatively high valency, transitional metals absorb electrons 
fixim the structure as a whole by filling up the vacancies in the atomic orbitals 
postulated by the Pauling theory. 

This research was earned out in the Metallurgy Department of the University of 
Birmingham under the general supervision of Professor D. Hanson, D So , to whom 
the authors’ thanks are due for his interest and support. The authors must express 
their gratitude to Mr G. Welsh for valuable aasistanco with some of the experimental 
work. Grateful acknowledgement is also made to the Royal Sooiety, the Chemical 
Society, Imperial Chemical Industnes, Ltd , and the Department of Scientific and 
Industrial Research for financial assistance and other facihties winch have greatly 
encouraged the work 
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DEscBirrioN of Plates 3 and 4 
Pi#ATB 3 

Figure 8. Crystals of MnAlg with spines of MnAl|, alloy 3*0/30 x 12,5. 
Figure 0. Cored crystal in alloy 3 0/70 x 126. 

Figure 10 Dendritic Tg crystals and plates of MnAlg, alloy 2 0/80 x 125 
Figure 11 Polygonal crystal m alloy 2 0/56. x 125, 

Figure 12. Needles of M11AI4 in alloy l'26/76. x 126. 

Figure 13 Cross -sections of plates of T, m alloy l'25/75. x 126 

Plate 4 

Figure 14. Extracted crystals of MnAlg. x 2'6. 

F^igure 16 Extracted cnystala of ternary compound T|. x 6 
Figure 10 Extracted crystals of MnAl^, x6. 

Figure 17. Extracted ciystals of ternary compound Tg. x 6. 

Figure 18. Extracted crystals of ternary oompound Tg. x 6. 

Figure 10. Extracted crystala of BCnAlf. x 0. 



X-ray reflexions from dilute solid solutions 

By K. Huaito, H. U. WMa PhyataU Laboraiory, Univeratty of Briatol 
(CommuntcaUd by N. F Mott, F.R S — Received 24 Sejitember 1940) 


The effect on X-ray reflexion of deviations of the atoms from the ideal lattice sitea caused by 
the presence of randomly distributed foreign atoms m a dilute solid solution is investigated 
quantitatively The form of the function used to describe these deviations is suggestod by the 
distortions produced in on elastic medium by a number of spherically symmetric point centres 
of distortion Hence one is led to two types of effects, exactly analogous to the theimal 
effuctfl (i) a weakening of the ordinary interference maxima, (ii) tho presence of * diffuse 
maxima' associated with tho orduiary maxima The change of lattice constant appears 
naturally m the analysis It is used to deteniiine the magnitude of the effects (i) and (ii) By 
applying the theoretical formulae to the solid solutions Aii-Cu, we find that it should be 
possible to detect (i) experimentally, tho thermal effect is secoiitlary and cannot mask the 
distortion effect But > tho effect (ii) mixes with the thermal diffuse maxima and is found to 
be very much smaller at ordinary temperatures This conclusion is, however, not regarded 
OB general, especially in view of the amso tropic nature of tho thermal effect. 


When the foreign atoms in a dilute solid solution are distributed randomly among 
the lattice sites, X -ray reflexion from the crystal should be modiflod os compared 
with pure specimens, for two principal reasons In the first place, the intrmsic 
scattering power of the foreign atoms is different This effect was treated generally 
by von Lauo (1918) many years ago. In the second place, when the foreign atoms 
are of a different atomic radius, e.g Ag, Au in Cu or vice versa, all the atoms m the 
crystal are pulled shghtly out of the regular sites appropriate to the lattice type. 
These random deviations from the regular lattice should modify X-ray reflexions in 
the same way as thermal agitation. In the present paper, a quantitative treatment 
of the second effect is attempted, it being hosed on a simple assumption about the 
distortion round a dissolved atom It will be seen that Loue’s results on the first 
effect oan be simply combined with the result given here 

Considering a crystal lattice formed of randomly distributed atoms of two kinds 
mixed in comparable proportions, it must obviously be extremely difficult to 
describe quantitatively the distorted configuration But when the solution is 
dilute, a veiy natural suggestion is to regard the lattice as an elastic medium with 
centres of distortion at the sites of the foreign atoms When the state of distortion 
around the centres is regarded as largely mdependent of the effects of other centres, 
the distortion of the metlium oan be described by a simple superposition of the 
effects of the mdividua] centres Thus if u(r) approximately describe the elastic 
displacement at a point r under the influence of a single foreign atom at the origin, 
the displacement of an atom at a lattice site a„ in a lattice, where a number of sites 
are occupied by foreign atoms, can be desenbed approximately by 

L u(a,-a,), 

<- 000 . 

where i is summed over the sites occupied by the foreign atoms. 
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In estimating the distortion the amsotropy of the medium will be neglected This 
leads to a unique choice of u(r), for the only suitable radially symmetric solution of 
the equation of elasticity m an isotropic medium is 

“(*■) = 1 ^ 3 . ( 2 ) 

where c is a constant. The very general manner in which (I) and (2) have been 
arrived at suggests that they should reproduce the essential features of the distortion 
without too much inaccuracy. 

Consider a crystal of such small size that the extinction of the incident X-rays 
within it can be neglected If the crystal lies m an incident beam of wave-length A 
and direction n^, the intensity of the reflected X-ray in the direction n is given by 

• .V/a|^e*t£ (3) 

n 

where ^ = (27r/A) (n — no)p n and are unit vectors along the reflected and incident 
directions respectively, is the position vector of the atom n in the lattice and the 
summation extends over all atoms Ignore, for the moment, the different scattenng 
power of the foreign atoms So f stands for the aiomio scattering factor of the solvent 
atoms and S is the intensity scattered by a single electron as given bv the formula 
of J. J Thomson. 

Using (1), can be written explicitly os 

r„ = a„ + Su(a„-aJ. 

1 

When this is substituted in (3)i and the square is multiphed out, (3) becomes 

sp S S exp {t§ [a„ - a„ + 2 (u(a„ - a.) - u(a„ - a*))]}. (4) 

n m i 

For almost all pairs of a„, a^j there are a great number of terms eorrosponding to the 
same value of a^ — a^. These related terms are different from one another, because 
the distribution of foreign atoms characterized by the indices appearing in the 
summation over i is different around each pair of atoms a„, Since each group of 
related terms is summed over a large number of pairs of atoms, a statistical mean 
value can be substituted for each of the terms This mean value is the statistical 
average of the term belonging to any pair a„, of the group for all possible distri- 
butions of the foreign atoms over the lattice An average taken in this sense will ho 
mdicated by a honzontal bar over the expression concerned. 

Rewnte (4) as 

sp 2 2 exp {i? [a„ - a„ + 2 a<) ^a„-a<))J} 

A ?n i 

xexp{*5 f2(u(a„-aj-u(a„-aj)-2ru(a«-aj^u(am-^))]}- ^6) 

Now the expression in the square bracket in the second factor is of the nature of 
a fluctuation from the mean value, so its mean value can be calculated approximately 
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by expanding the exponential function As the fint factor is not affected in taking 
the average, at present the second factor will be considered alone. 

Expanding and retaining the first three terms, the mean value of the second 
factor IS obtained* 

1 - [S (u(a„ - a<) - u(a„ - a<)) - S (u(B„-a<)- u(a,„-B<))]}*, 

i i 

which reduces to 

I - i{5 L7“(a,r- a*) - «(“».- “<))}* + i{r2(“(a„ -ai)-u(a„-a<))}*, 

i i 

and hence to 

1 - MS [5 (“(a„ - a*) - u(a„ - a,))]* s 

i 

+ S K . (u(an -"a;) - u(a„ - a<))] [? (u(a7- a,) - u(a„ - a,))]} 

i+J 

+ H5 • S (u(a a<y^u(a"- a j)}* (0) 

< 

In working out the moan values of the summations in the first bracket, add the 
summations for all possible distributions of i over the lattice sites and then divide 
by the number of such distributions. For the first summation in the first bracket, 
attention is directed to a particular lattice site The number of times this site appears 
in the summation over i divided by the total number of times the summation is 
repeated (for various distributions) is just the atomic concentration p, of the 
foreign atoms It follows that the mean value is just p times the summation 
extended over all sites (except of course and at which u has no meaning) 
To a good approximation, the probabilities of occupation of two sites i and j can 
be regarded as entirely mdependent Then it follows similarly that the mean value 
of the second summation is given by times the summation with i, j extended 
over all lattice sites 

The mean value m the last bracket of (6) may be evaluated similarly and (6) can 
be written as 

all HltOH 

1-Hp £ [5 •(u(an-a<)-u(a« -«<))]* 

all HittM 

+p* £ l5.(u(a„-ai)-u(a„.-a^))]K.(u(a„-a,)-u(a„-a,))]} 

all Hltea 

+ \P\ L 5 (u(a„-a,)-u(a„-aj)}». 


all altea 

2 [5.(u(a„-a()-u(a„-a,))]*. 

i 


which reduces to 
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Substituting this expression in (6)» then» for the reflected intensity. 


all albea 

5/*SSexp{t5 [a„-a„+p S (u(a„-a()-u(a„-aJ)J} 

n m 1 

all BlbOH 

^ I5.(u(a„-aj-u(a„-ai))]*}, 


(7) 


where the mean value in the exponential function la tranaformed into the ordinary 
summation as the last term in (6). 

When the explicit form (2) for u la mtroduced, it ia aeen that tlie following throe 
aummations are involved 



a»- af a„ -at \ 

a„-a(|» |a„-aj|V 


(II) 




K (a.-a^)]» 

'lan-a*r ■ 


(111) C* S -V®"— Ts'-^ ■ 
T |a„-a,|»|a„-aj» 


(II) and (III) together form the term in the second bracket of (7) All three will be 
considered in turn 



Figure 1 


Consider (I) first To work out such a lattice sum accurately, the summations must 
be carried out within a oertam distance about the singular points, but may bo 
replaced by integrals beyond. Draw a sphere about with radius B, large com- 
pared with both this distance and with | — |, as shown in the figure by the 

sphere in solid line. To obtain the contributions to (I) of lattice points within the 
sphere, the following simple device can be used to avoid the complexities near 
and a,^. Another sphere of equal radius about a,^ can be drawn as shown in figure 1 
in dotted line. The three regions A, B and C can be distmguished, which are 
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reBpectively the spaoes included by first sphere alone, by both spheres and by second 
sphere alone Correspondingly 


SAJt) 


4% 


and = 


(®n-a() 

i |an-ai|»’ 


SAB) = 


SAB) - 


i K-ail*’ 
Y|a„-a,|*’ 


D / Il\ V ^ 

5o(iZ) = £|--_-p 

SAJI) — (a»~a<) 

^ ?|a„-a,|»' 


where » is to be summed over the lattice sites withm the region indicated 
The contribution to (I) of lattice sites within the sohd sphere is 


SAB)-SAJt) + SAB)-SAB) (8) 

Now SAB)-hSAJt) = SAB) + SAB) 

or SAB) + SAB) - S'AB) - S'AB) = 0 


Adding this expression to (8), one obtains for this contribution 

SAB) -S'AB). 

Within regions A and C, the sums may be replaced by integrals Denote, for brevity, 
I a„ — a„ I by a and the angle between a„ — a„ and ^ by G, and use spherical polar 
oo-ordmates (r, d, about the point a„, with polar axis along a„ — a„, then 

S'AB) -S'AB) 


- f’#r Bm0d<?r 

Jo j 0, J K 


a cofl 0 -f V( Hln' 0) 
a ooB 0+ Vdi*— «■ oob" 0) 


(cos 0 COB 0 + Bin 0 sm 0 cos 0) dr 
(cos 0 cos 0 + sin 0 sin d cos 0) dr. 


where is the angle indicated m the figure, and v is the atomic volume. This leads 
directly to 

S'AB) - S'AB) = ~ J ^ L— -- r’[iJ +acoB0- - a» Bin» <?)J cos 0 sin OdO 

V Jo 

^ 4g5.(a„ -aJ 

3« 


for large B. Therefore neglecting boundary effects one finds for (I) 





a,-af \ ^ 4ffcg.(a^-aJ 
la„-a,|*/ 3i; 


( 9 ) 


This simply represents a uniform linear expansion with the strain 4ire/3v. The same 
result may also be obtained by general arguments on volume expansion, but the 
above deduction is preferable, because of its greater clarity. 

(II) IS the simplest of the three sums and occurs in problems of lattice dynamics. 
Its rigorous numenoal values have been given for some simple lattices in works by 
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Bom ( 1940 ) on lattice stability. But it will be found useful in connexion with the 
evaluation of (111) to work out (11) by a crude method. This consists m replacing the 
summation by an integral throughout, i e. 


(«) 



[5.(a„- aJ]« 


4irc«|5|« 


( 10 ) 


^0 cannot be chosen exactly but is of the order of tlio interatomic distance 

(III) is considerably more complicated To evaluate it generally, one resorts to 
the crude method For brevity, call the angle between % and — a„, 0, but this 
time use 2 a for | a„ — a^ | Wnto the integral approximation first in co-orebnates 
(x, y, 0 ), where (x,y) are Cartesian co-ordinates in a plane passing through both 
a^ and a^ with X-axis from a^ to a„, and 0 is the azimuth angle of the plane as 
measured from the plane that is parallel to ^ 


.y K (fln-aj]rg.(a„-a.)] 
i 15 (a«-af )|*|5 (a„-a.j|» 

ydydx 

^ */ 0 J J (ri,ri>^a) 


(cos 0 cos 0i + sin 0 sin 0^ cos 0 ) ( — cos 0 cos 0^ + sin 0 sin O 2 ^^s 0 ) 




( — 2cos* 0 cos 0^ COB 62 -1- sin* 0 sin 81 sin 8 ^) 


n* '*2’ ^i* ^2 quantities as indicated in figure 2 , 



Fiourb 2 
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It IS to be noticed that only the half-plane 2 ^ > 0 is involved in the Cartesian 
co-ordinates used here. Furthermore, as the integrand is symmetnc with respect to 
the ^-axiH, the mtegration has only to be carried through the first quadrant and the 
result doubled The simplest way to effect this mtegration is by introducing the 
plane elliptic co-ordinates 

Uf u 

for the first quadrant 0^/i^a, a<A<ao 

In terms of these co-ordinates 


r^ = \-it, r2 = A-l-/t; 
y) ^ d{x. y*) ^ (A»-^«) 

^0(A,;t) 9(A,/i) a 

Transformation of the integrand is simple, if the trigonometric functions are first 
expressed in terms of and r, Remembering that the equation of the semicircular 
boundary is now simply given by 

A-/t = Po. 


the integral is obtained in terms of A,/^* 

Ja+Ps Jo 


+ sin® & I 




The integration is tedious but presents no dilliculty 

Retaimng & as the angle between ^ and but replacmg 2a by the 

approximate result of (III) can be written 

(III) 

r |a„-a,|3|a„_at|» 

_ 7rc» |5|‘i 2Bin»6> (2po) »Bin»0 , 2(2/72 )»oob»0 ) 

« l|a»-a».| ’3lan-®m 3ra„-aml’)' 

Substituting the values of (1), (II) and (111) as given by (0), (10) and (11) in the 
intensity formula (7), one con wnte in place of (7) 

g/*ss[l -(1 3],[| 

+ 5 /i(p_p.)![EUlL*yv(i_i J 2 Bin* (9 (y,)« sm« Q 2X2^o)« co s* fl 

np P) 2v tm' "’"Hlan-aml 3|“n-au|®^ 3|a»-a„l“ 

X eq.aii-»«i)U+<4»ep)/(afl)) ^j2) 
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The first part is exactly analogous to the kind of thermal eflect discussed by Debye 
(1914) It results from independent displacements of separate atoms The sharpness 
of the pattern la not affected by it, only the intensity of the maxima is reduced, and 
a diffuse background of slowly varying intensity is produced. In the present case, 
the intensity of the maximum at 5o is reduced by the factor {p - p^) 47rc* | 5o 
The diffuse background intensity is given by NSf^p—p^) [Anc^ | where 

N 18 the total number of atoms m the crystal A more careful discussion of this 
effect will be discussed later 

There is also the additional factor 1 + (47rcp)/(3v) in the exponential This gives 
the effect of a uniform expansion of the lattice by this factor in every direction — an 
effect well venfied by experiments 

The term in the second line results from the fact that the relative displacement 
of atoms originally at and has an appreciable dependence upon — a„, when 
they are near. The first line is the effect of a constant mean fluctuation for all groups 
of — a„, equal to that for large separation. The second lino comes in as a correction 
for rather closely situated pairs Since the recently discovered diffuse maxima 
(Lonsdale 1942) due to thermally excited elastic waves arise from a cause of an 
entirely similar nature, it would be expected that the second line of (12) would 
also lead to such diffuse maxima 

For convenience, denote the first part of the intensity (12) by 7 ^, the rest by 
Proceed to reduce J^to a, form that can be interpreted Since .fg itself is tlio small 
effect to be investigated, the small correction {47Tcp)/{3v) in the exponential may be 
omitted The sum will be evaluated by using the Fourier theorem. For this luirpose, 
it is necessary to find the Fourier transform F(x,i/,z) — F(r) of the expression 
included in the curved bracket of m (12) This expression actually holds only for 
I — a„ I > 2Pq To give the expression a more definite meaning as a function of 
I a„ - j, it will be cut off rather arbitrarily at | — a„, | = 1 e the expression 

will bo regarded as vanishing for | a,^ — a„, | < 2 pq Then if (x, y, z) are co-ordinates of 
the position vector m any definite Cartesian co-ordinate system in space and 
(A,/t, v) the corresponding components of a„ — a„„ the Founer transform la defined 

F(x,y,z) = 

|__ 2^(9 ( 2 /io)»Bin »0 nj) 

UA*+^*+i'»)‘ 3(A*+/t* + r)* 3(A*+/^* + «/®)'/' ’ ' 

where ® is the angle between 5 rad ( A, /t, v) For the integration in ( 1 3 ), 1 ^ and r(x, y, z) 
are two fixed vectors in space, so the polar co-ordinates {p, 0, 0) may be introduced 
m place of the Cartesian co-ordinates (A,/^, v)^ with polar axis along r(x, v. «) and 5 
in the plane 0 = 0. If the angle between \ and r be called a, then ( 13 ) becomes 


F(z^ y, 2) = ^ sin Odd I P^P\ - [(2 - sin* a) — (2 cos® a. - am® a) cos* 0] 

\P 

+ [(“2 + 38in*a)H-(6 co«*a-Hin*a)cos*^j]c"*‘'‘^“®, 
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where, for Bhortneea, the simple integration over ^ has been performed, and Jt is 
eventually to tend to co as mdioated. The subsequent integrations are simple and 
lead to 

F{x,y,z) = lim — oos*a)(oos2rpo — oos Rr) 

= ( I )* ^ {(® ^ 5"’ + (1 - ®®«* “) 

lim COB Rt has been put equal to zero, for y, z) will be used eventually in an 

integration over (x, y, z), aa cob Rr oscillates infinitely rapidly so contributes 

nothing on integration. For simplicity r is used for |r| = ^(x® + j/” + z*) in the 
formula. 

Comparing the definition of F(x,y,z) as given by (13) with (12), then by applying 
directly Fourier’s theorem 

Jt = SPip -y ») jdxjdyjdz F(x, y, z) | S I*. 

The factor (1 — ^nm) made no difference, because the expression in the curved 
bracket of (12) has been assumed to be zero for | | < 2po m obtaimng F[xyz). 

To work out the summation over a^, a^ exphcitly, the type of lattice must be 
specified, which has been left undecided so far With the simple alloy systems formed 
of Cu, Ag, Au in mind, the expression for will be worked out for the case of a face- 
oentred cubic lattice with lattice constant d Splitting up the summation mto two 
factors, one a summation over the four sites in the cubic unit cell, the other a sum- 
mation over the cells and BimplLf 3 nng m the usual way, then 

Ji = jdxjdyjdzF(x,y,z) 

X I 1 + i4<£v+v ) d ^ 4<£yl vkZ+i4(£c+B)<l ^ «) d'l ilCfx+x) d | a 

am» + X) d] Bin* T + y) +^] 

B>n® [i(S« + *) d] sm* + y) d] sin* [1(^ + z) d] 

if the crystal is supposed to contain N atoms in the form of a cubic block. The last 
factor is well known to have vanishmg value except m the immediate neighbourhood 
of 

- 27rZ - 27rm - 27Tn . 

+ = + = Z,wi,n=*mteger8, 

where it rises to strong maxima. When r is not too near the origin, F{x, y, z) behaves 
regularly So if IJ is not too near the points (27r/d) (2, m, n), the first two factors may 
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be taken outside the integral signs at these points where the last factor attains its 
maxima. Therefore 


Ja = SPip-p^) 






S I I + gi»<l+m) ^ giiKm+n) ^ g{ir(n4i) 1 1 


^rm_^ 2ifn 

\d d X' 


X (dx idv fdz (.W) (i^)l 

J J J nonr origin 1 SlH* ( Jjrd) Sin® (Jj/d) Bin* ( Jzd) j 

The integration can be earned out by using the approximate relations 

Bin jxd ^xd, sin ^yd ^ \yd^ sin ^zd ^ ^zd. 

The complete result wntten out explicitly with the help of (14) becomes then 

w*c* I E I* 

Jm = NSPip - ®*) - ^ 2 I I + + f '"(m+H) ^ giiidu 0 1 2 

2dh) iXn ' 




X 


■in^[(y-i.)Vpp-£,)V(T-4T 

ca+s.e][(¥-fc)V(^-£.)%(^-£.)’] * 


The first factor after the summation sign is just the structure factor of the unit cell 
of a face-centred cubic lattice. It is easy to see that it is 16, when I, m, n are either all 
even or all odd and zero otherwise So the points {2nld) {I, m, n) involved actually in 
the summation form a body-centred cubic lattice with length of unit-cubic edge 
= 47r/d. Since the quantities actually involved in the summation are only distances 
of ^ from these points and angles between % and the lines joining it to these points, 
if one draws the equivalent polyhedra formed of faces that are perpendicular 
bisecting planes of first and second nearest neighbours m the lattice of the points 
{2nld) (1, m, n), depends only on the direction of ^ and its position in the polyhedron 



112 


K. Huang 

that enclosefi Call the centre of this particular polyhedron ^ and let A% ^ 1^ — %^ 
be the position vector of [£ relative to ^ in this lattice It will be shown that the term 
m (15) coming from ^ = (27r/d) (Zq, n^) alone gives a contribution to which is 
not negligibly small 

In the first place notice that the contributions of the more distant points fall off 
quite rapidly on account of the second factor in (15), and that as ^ nears rises 
rapidly on account of the contribution of ^ Turning attention to the trigonometric 
functions, it must be remembered that pg does not have an accurate value. It is to 
a certain extent arbitrary both m the integration of (III), when it was first introduced, 
and in the cut-off mtroduced in obtaining F(x^y,z). The essential effect must 
remain, when pg goes through the limited range of arbitrary values. Now when 
(Z,m,w) 18 so far away from 5 so that — — — 

15 large compared with 7r/(^Po)> ^ small fractional change m pg would completely 
reverse the sign of this particular term Contributions from such terms are obviously 
' illusory and to be discarded For present purposes, it may be pomted out that it 
can easily be verified that a change of Jpg would completely reverse even the signs 
of the contributions of the nearest neighbours of so long as attention is confined 
to points m an inner region of the polyhedron of one-tlurd its Imear dimension 
(One takes 2pg ~ d, which is the proper value to take for pg, os will be shown later ) 
It will be seen later that this inner region comprises all that will interest us Therefore 
the term due to 1^ in (15) need only be considered, if an uncertainty of (pg in pg be 
accepted. With this simplification one obtains in place of (15) 


/6 _ \ , ai n2poV[(Jg, )» + ( ^g„)« + 

\3 rg5 + ^S‘+ W " Vo 

+ _ 6 \| ^ 


which la m a foim amiable for interpreUtioii in a aiinilar manner to the first part of 
(12), which has been called J^, These terms and the magnitudes of the effects will 
now be discussed 
Consider first J, ; 

^1 = 


Before this term can be interpreted, the Laue effect must be taken into consideration. 
To do this, it must be remembered that in deducing (7), the terms of (4) were divided 
into groups of terms with the same and their mean values substituted for 

the terms in the same group. Now it is necessary to subdivide each group mto three 
smaller groups, namely, a,,, a„, both occupied by foreign atoms, one occupied by 
a foreign atom, and both ocoupied by solvent atoms. The ratio of the numbers in 
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these smaller groups is p*:2p(l -p):(l —p)* Smco they differ only in the scattering 
factor, it follows that this consideration leads only to a modification of /* in i e. 

= S[(l -p)h +Pfi\* S £ fl - (1 - (P -P*) — 

n m L J 


The oonstant c oan be eliminated For, according to the approximate experimental 
rule of Vegard, the lattice constant of an alloy changes with concentration p linearly 
in the following manner 

d = di+p(da— di) = d^+pAd, ( 17 ) 

where d,, d^ are the lattice constants of the pure specimens of the solute and solvent 
metals respectively. But it foUowa from analysis that the lattice constant as revealed 
by X-ray difiFraotion should differ from that of the pure solvent metal by the factor 
1 +(47rcp)/(3v). Hence, by a simple comparison, 


47 rc Ad 
3 w ~ di ’ 


( 18 ) 


a relation determining c. 

Considering a cubic face-centred lattice, can be given a precise moaning. It was 
originally introduced in evaluating (II) by the crude method given in equation (10) 
As has been mentioned, (II) has been accurately evaluated in simple cases, and the 
result is known in particular for a cubic face-centred lattice In fact, making use of 
a table given by Born & Misra (1940) it is easy to find that the accurate value for 

211c*l§l» 337c*|5|* 

(d/2)« ~ d* 


Remembering that v = one finds by comparison with (10) almost exactly 

2po = d. (19) 

This will serve as a convenient value to be used for pg in (III) as given by equation (11). 
In fact the only reason why the crude method has been applied to expression (II) 
is to obtain this relation, which will be used for the discussion of 

After c and pg have been elimmated by means of ( 18 ) and ( 19 ), it is found that 
leads to a weakening of the interference maxima by the factor 

y^[(i -p)/i+p/*]*|^i J 


Jl 

The hnear expression has been replaced by the exponential function for convemence 
in discussing temperature effects This is permissible, within the accuracy of our 
approximation. (Incidentally, the linear and the exponential expressions probably 
give the limits to the actual value ) 


Vol. 190. A. 


a 
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The ezpenmental meaeuremenfc of the intensity of interference maxima is, 
however, usually made in terms of the 'integrated reflexion’ WtajP (Compton 1926), 
which is proportional to the square of the atomic density So when considering this 
quantity, the modification factor then becomes 

1 1 - 6p^ji[(l (20) 

where ( 17 ) has again been employed to estimate the change in atomic density 
In (20), the first factor is a constant, and the second factor can be calculated for 
any particular reflexion from fairly reliable theoretical values of/^ and /2 (Randall 
1934, I^B'^rett 1943) So the last factor can be tested if its ofTect is not too small 
Table 1 shows the values of the last factor for different orders of reflexion from 
(1,0,0) and (1,1,1) planes of Cu-Au solutions Four oases of the solutions are 
included, namely, 10 and 20 % solutions of Au dissolved in Cu and vice versa 


TabTjE 1 


order of reflexion 

(200) 

(4()0) 

(600) 

(HOO) 

(Ill) 

(222) 

(333) 

(444) 

Au m Cu 

10 % 

0 97 

0 89 

0 77 

0 63 

0-9H 

0 02 

0-82 

071 


20 % 

0 96 

0 81 

0 63 

— 

0 06 

0 86 

0 71 

— 

Cu m All 

10 % 

0 98 

0 91 

OHl 

0 70 

0 08 

0 94 

0 80 

0 76 


20 % 

0 96 

0 85 

0 70 

— 

0 97 

0 80 

0 77 

— 


So far the temperature effect has been entirely loft out of consideration Simple 
considerations serve to show that when temperature effect is also taken into account 
it IS merely necessary to modify the second factor in the previous expression into 


r 87r»(ui)*8in*^ri . ^ r * 

(l-p)/iexp|^- J +p/2exp^ J 


/.»pL J 


whore (w^)®, («i)® and (tt^)* are the moan values of the squares of the thermal dis- 
placement components perpendicular to the reflexion planes, for the solvent atoms 
in the pure metal, the solvent atoms in the solution and the solute atoms in the 
solution. It IS obviously a (hilicult task to estimate the two latter quantities with 
accuracy, for it involves an estimation of the difference in the vibrations of the 
different atoms for various modes of vibrations of the lattice. It is possible, however, 
to gam an idea about the magnitude of the effect by examining the two extreme 

modes of vibration: 

(i) Lmgdashcwavts. In this cose one would expect (u^)* ~ (u^)^ The exponential 
factor can be taken out of the expression So the temperature effect only introduces 
the additional factor 


exp 


IflTT* sm®0 


L(«,)* 
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which will combine with the factor describing the distortion effect. An estimate of 
this effect may be formed by contrasting the values 

107r*M* = 0-91 X 10"“ in Au] 

300® K, 

167 r*tt* = 1 10 X 10 -“ m CuJ 
107r*tt® = 0 32 X 10"“ in Aul 
= 0-42 X 10 -“ in CuJ 


and guess that 167 r“[(wi)* — is of the order <0 05 x 10 for T = 300° K and 
;S 0 ' 02 x 10 "'® for T = 09° K The corresponding quantity in the distortion effect 
IS 0 4 X 10”“ for p = 10 % and 0-0 x 10““ for p = 20 %. 

(ii) High-frequency vibrations In this case neighbouring atoms vibrate almost 
Independently To form a very crude idea of the magnitude of the effect, consider 
each kind of atom to vibrate in the same way as m its own metallic lattice Since 
the effect increases with the order of reflexion, the second factor is calculated both 
with and without the temperature effect for the reflexion (000) The results are given 
only for Au dissolved in Cu, for in the reverse case the difference is completely 
negligible 

Table 2 


10 % 20 % 

A A 




* N 

r 

" ^ 

89'* 

300" 

89“ 

300° 


with temperature effect ] 68 

1 84 

2 55 

2 70 

without teinperuturo effect 1 62 

1 02 

2 40 

2 40 


The difference amounts to 10 % at the most 

Now proceed to discuss Jg os given by (16) Consider m the first place the points 
at which vanishes In the inner region, those are points lying 

almost in the plane perpendicular to and passing through the centre of the 
polyhedron For these pomts, when ^ ^ 

from ( 1 6) that the intensity practically vanishes On the other hand, proceedmg along 
the direction of from the point 5 oj intensity will be strongest In what follows, 
the intensity at various points along this line will be considered, which will allow 
a comparison of the magnitude of the effect with the corresponding thermal effect 
Then if a quantity t be defined such that 27rr = + 

line and c and ehminated from (10) by means of (18) and (19), then 


= ^NSPip-p^) 


/AdY /»in^0\ If ^ , Bin27rdTl 


( 21 ) 


Since for the present purpose one is only interested in roughly comparing the 
relative orders of magnitude of the effects, it is found convenient to use the result of 
an earlier paper by Zachariasen ( 1940 ) for the intensity of thermal diflune maxima 
In that paper, he has used the same velocity for elastic waves of all directions and 

8-2 



116 


K. Huang 

polarisations His results will be used with a slight modification. Two velocities, 
V| for transverse waves, V| for longitudinal waves, are employed When the linear 
dimension of the crystal is 10~*cm., then for all relevant values of r, the slightly 
modified form of Zachaiiasen’s result is 








. ( 22 ) 


which corresponds to (21) in the present case, where is atomic mass. 

The numerical values for and will be given for some relevant values of r 
for the case of copper as solvent. If one allows for a diffusion of the primary maxima 
to the extent of '^0-6°, it is easy to find that only values of r greater than about 
1/lOOA are of interest. Assuming a value of A ~ 1 5 A, therefore be calcu- 

lated starting with t = l/40d In table 3, the factor NSf*{sm^0/X^) which appears 
in both (21) and (22) has been omitted has been given for two temperatures 
T » 300 and 100° K. 

Table 3 


T 

X 10“ 
p{l-p) 


11 ^Od 

5 8 

l/30d 

33 

l/20d 

1-4 

1/lOd 

0 34 

l/Sd 

006 

J^x 10“ 

300° K 

e 5 

3-8 

1 5 

0 30 

010 

100“ K 

2 1 

1-2 

06 

0'13 

0 03 


In the calculation of J,, the velocities of the elastic waves are obtained from the 
isotropic elastic constants obtained by averaging the actual elastic constants over 
all directions. In confirmation of some remarks made previously, it is observed that 
at T = l/6d, the mtensity is reduced to only about a hundredth that at r = l/40d 
and l/5d is still within the inner region of the polyhedron where (21) should hold. 

As far as the values in table 3 indicate, the effect can be comparable with the 
thermal effect only at very low temperatures ( < 100° K) if the solution is still to be 
dilute But the thermal effect is obviously greatly affected by the atomic mass and 
to an even greater extent by the actual values of the velocities of elastic waves So 
it cannot be concluded from the values shown that this effect will always be masked 
by the thermal effect. In fact, the simple result of Zachariasen quoted here com- 
pletely neglects the dependence of Jg on the direction of yet any experimental 
possibility of deteotmg the effect probably depends on settmg Og m a direction 
exhibiting small thermal effect It is best, however, to abstain from such specific 
investigations and leave the analysis as it stands 


In conclusion, I should like to express my thanks to Professor N. F Mott, F R.S., 
for suggesting this problem and for his constant guidance. 
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The adsorption of vapours on mercury 
III. Polar substances 

By C. KembauLj, Department of Colloid Science^ The University, Cambridge 
{Communicated by E K Rideal, FR S. — Received 25 October 1946) 


Water, acetone and the normal alcohols from methyl to hexyl have been ailsorbeil on mercury 
All Bubstancofl ffave reversible adsorption and, with the exception of water, Kaeeous nima 
were fonned at low pressures. Methyl and ethyl alcohols showed the adsorption of a second 
layer at higher pressures, the double layer having half the cn-ama of the original monolayer 
Ac tone gave rise to a double layer and finally a triple layer (with one- third of the original 
co-area) The property of multilayer formation was thought to bo one of small partially polar 
moIeouloB For the gaseous fllms of n-butyl, n-omyl and n-hexyl alcohols the co-areas and the 
thermodynamic data indicated that the molecules were lying flat on the aurfiace These three 
Bubstancos showed two-dimensional condensation to liquid films at higher pressures Thu 
phase cliange was accompanied by an lucreaso of entropy which led to a decrease of the 
surface-vapour pressure with rise of temperature The largo entropy and heat of adsorption 
of water were taken as evidencse for the association of the adsorbed water molecules and this 
probably occurred, to some extent, with methyl alcohol os well The heat of adsorption of 
acetone was smaller than expected for a substance with a large dipole moment 


Intboduction 

In Parts I and II (Kemball ft Rideal 1946 ; Kemball 1946 a) details were given of the 
adsorption of some non-polar substances on mercury. The thermod 3 mamic quantitioK 
for the formation of the monolayer were determined in each case, and the monolayer 
was found to be stable up to high values of p/poi P the vapour pressure and p® 

the saturation vapour pressure. The evidence for the formation of a second adsorbed 
layer on top of the first was not conclusive, nor was a clear case of two'-dimensional 
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condensation discovered. The work described in the present paper was undertaken 
with the following problems in mind: 

(1) The determination of the heats of adsorption of some polar molecules for 
comparison with the results already obtained with benzene, toluene and n-heptane. 

( 2 ) To confirm or disprove the fact that water vapour was not adsorbed on mercury 
which was reported by Cassel & Salditt (1931) 

( 3 ) The search for substances which would form second and third layers at high 
values of p/pq. There was considerable hope of finding such substances among polar 
compounds because some behaviour of this type had been shown with toluene. 

( 4 ) (a) To discover the efiFeot of increasing the chain length on the heat of adsorp- 
tion and on the orientation of the molecules at the surface 

(6) To increase the chain length with a view to obtaining two-dimensional 
condensation 

A brief outline of the published work on the adsorption of vapours on mercury 
was given in Part I (Kemball & Rideal 1946) 


Experimental 

The apparatus and the measurement of the surface tension of mercury m the 
presence of vapours has been described elsewhere (Kemball 1946b). The purification 
and the data for the determmation of the vapour pressure from temperature, of the 
substances adsorbed, were as follows: I 

Methyl alcohol. Commercial methyl alcohol was distilled three times; b p 64 - 2 ° C/ 
760 mm. Vapour pressures were calculated from the logp against 1/T relation 
obtained from the dataufKamsayA; Young (1887), Fiook, Gunnings & Holton (193 1) 
and Mundel (1913a) 

Ethyl alcohol After distillation the alcohol was dried over potassium carbonate, 
= 1 - 3626 . The results of Mundel (1913a) and of Bamsay Sl Young (1886) were 
used to calculate the vapour pressure 

n-Propyl alcohol. The alcohol was dried over lime and distilled three tunes, 
b p. 96 - 6 “ C /760 mm., = 1 - 3860 . A logp agamst 1/T relation was obtained from 
the work of Mundel (1913b) and Schmidt (1891). 

U’BvJtyl alcohol The alcohol was distilled, b p. 116 6° C/ 706-8 mm., = 1 - 3096 . 
The best straight hne was fitted to the logp against 1/T data from 30 0 to 60 - 2 ° C, 
given by Gilliland Si Sherwood (1934). For lower temperatures extrapolation of 
this line was used 

n-Amyl alcohol I am grateful to Professor N K Adam, F R S., for the specimens 
of amyl and hexyl alcohol used in the present research. The specimens had been 
prepared by the Eastman Kodak Company After distillation the value of 
= 1 ‘ 4099 . The information available for the determination of the vapour pres- 
sure was most unsatisfactory. A logp against 1/T relation was obtomed from the 
results of Grassi (1888), who did not specify which isomer of the alcohol was used. 
By comparison with the corresponding lines for n-butyl and n-hexyl alcohols the 
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gradient of this line was found to bo correct but the whole line appeared to be 
displaced by as much as 0-17 unit bn the logarithm to base ten scale 

n-Hexyl alcohol. The Eastman Kodak specimen was distilled and the central 
fraction used, = 1-4170. The vapour pressure determinations of Hovorka, 
Lankelma & Stanford ( 1938 ) were employed 

Waier Identical results were obtamed with distilled and tap water. The vapour 
pressures were taken from the Handbook of Physics and Cheyntsiry, 1943-4, 

deetone. The acetone was dried over calcium sulphate and distilled, b p 56-5° G/ 
760 mm , = 1-3691. The values of the vapour pressure given by Drucker & 

Kangro ( 1915 ) and Sameahima ( 1918 ) were found to be in agreement and were used 
to determine the vapour pressure from temperature. 

Experiments were conducted with the mercury at two temperatures, 25 and 60° C 
With the higher alcohols it was necessary to wait for as long as 2 hr at the lowei 
pressures before equilibrium was attained throughout the apparatus This length 
of time was required because the alcohol irapour was diffusing through a pressure 


Table 1 Methyl alcohol 


tomp “ K 



temp “ K 



fjf aloohoi 

p (inin.) 

F (dynes/cjm ) 

of alcohol 

p (mm ) 

F (dyne8/< 


26° C. 

surface tension of mercury 484 2 dynes/rm. 


208 7 

0 144 

60 

256 1 

8 65 

41 8 

214 4 

0 260 

7 0 

265-7 

8 80 

42 8 

218 6 

0 304 

0 7 

268 0 

10 04 

46 0 

222 6 

0-683 

12-4 

264 6 

16 37 

52-4 

227-5 

0 018 

14 0 

266 U 

18 03 

54 U 

220 2 

1 16 

16 U 

270 1 

23 30 

57 6 

232-2 

1 40 

18-0 

271 6 

25 70 

60 6 

235 0 

1-77 

19-3 

272 7 

27 67 

62 5 

237 3 

2 14 

21 3 

275 3 

32 21 

65 0 

230 5 

2 68 

22 0 

270 8 

42 36 

67 0 

242 1 

3 16 

26 2 

283 6 

63 21 

72-6 

246 2 

4 06 

20 8 

280 4 

73 62 

78 6 

240-7 

6 72 

36-7 

29J-4 

81 66 

80 0 


60° C; surface tension of mercury 470 0 dyn 

ns/cm 


230 2 

1-17 

50 

272 7 

27-64 

27 7 

234 7 

1-73 

7 0 

276 8 

36 40 

31 2 

239-5 

268 

8 7 

277 4 

30 81 

32 2 

243-3 

3 47 

11 0 

277 7 

37 41 

33 2 

240 2 

4 30 

12 0 

283 1 

01 88 

38 0 

240 4 

5-01 

13 0 

283 4 

52 48 

38 6 

262 1 

6-86 

16 2 

286 5 

62-37 

4'» 9 

264 6 

8 24 

17 2 

286 7 

02 05 

41 8 

256-7 

9 63 

18 5 

2HH 4 

60-18 

43 2 

259 3 

11 46 

20 2 

288 8 

70 79 

43-4 

201-6 

13 34 

21 1 

293 4 

01 20 

47 0 

264 7 

16 66 

22-5 

204-3 

96 16 

48 8 

267 4 

10-82 

24 7 

207 2 

in 2 

61 7 

200-6 

22 00 

26 4 
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of mercuiy vapour of aimilar magnitude All the isotherma were completely revei- 
Bible. The experimental lesults for the alcohols frdm methyl to n-amyl, and for water 
are given m tables 1 to 0 Those for acetone and n-hexyl alcohol are given graphically 
(figures 1 and 2) The curves of surface pressure against vapour presBure for methyl 



Figure 1 



and ethyl alcohols were similar to that for acetone (figure 1), and those for n-butyl 
and n-amyl alcohols, to the one for n-hexyl alcohol (figure 2) Water and propyl 
alcohol gave results similar to the 50° C curve of acetone, i e. concave to the pressure 
axis but without the tendency to increase in slope shown by the 25° C curve. 
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Table 2. Ethyl alcohol 


temp, ° K 



temp “ K 



of alcohol 

p (mm.) 

F (dynea/om ) 

of alcohol 

p (mm.) 

F (dynes/cm ) 


26“ C. 

surface tension of mercury 484-2 dynea/cin. 


220 8 

0-213 

04 

268 9 

4 17 

30 0 

231-6 

0-368 

12 4 

263 0 

6 60 

40 8 

233 5 

0 447 

13 7 

200 8 

7-67 

46 0 

230 6 

0 660 

16-0 

209-0 

8 03 

60 5 

239-1 

0 762 

18 3 

271 9 

11 02 

64 0 

244 0 

M9 

22 0 

274 4 

13 12 

68 1 

247 2 

1-68 

26-2 

270 6 

16 28 

61-3 

240'9 

200 

27 9 

270 0 

18 07 

06 4 

261 9 

2-36 

20 8 

283 0 

23 06 

71 0 

264-6 

2-93 

32 4 

286 7 

28-38 

75-3 

267 2 

3 64 

36 3 

200 1 

37 16 

82 1 


60“ C. 

Burfacse teruuon of mercury 470 0 dynes/om 


242 4 

1 03 

06 

276 0 

16 38 

34 8 

246-1 

1 31 

U 3 

280 4 

19 01 

38 9 

246 1 

1 72 

13 3 

282 4 

22 76 

40 6 

261-L 

2-21 

14 0 

284-7 

28 36 

42 8 

263 7 

2-74 

10 0 

286 9 

30 48 

46 0 

266 2 

3 36 

18 9 

287-6 

31 84 

46 0 

260 0 

4 63 

21 6 

200-0 

38-66 

47 6 

260 0 

7 60 

20 7 

293-2 

44-08 

61 4 

269 6 

9-20 

20 3 

204-9 

49 89 

62 0 

271 8 

10 06 

31 6 

207 0 

60 49 

64-0 

273 6 

12 36 

33 2 

298 7 

62 81 

67 4 




Table 3. n-FROPYL alcohol 



temp ” K 



temp ° K 



of Bicohol 

p (inm ) 

F (dynoa/cm ) 

of alcohol 

p (nun.) 

F (dynea/cm. 


26“ C, 

surface tension of mercury 484-2 dynea/cm. 


229 1 

0 0706 

70 

268 6 

2 69 

43 4 

233 1 

0 107 

0-0 

271 3 

3-21 

40 0 

238-4 

0-181 

13 4 

278-7 

6 60 

54-6 

241 8 

0-261 

16-4 

281 3 

6 07 

67 8 

248 8 

0 406 

19-3 

283-1 

7 64 

00-3 

250-8 

0 673 

23 0 

286-7 

9 76 

66-0 

257 3 

1 03 

32 1 

280 2 

11-60 

67-9 

282 5 

1 00 

30-0 

201-6 

13-55 

71 3 

285-4 

2-04 

39 6 





60“ C; 

surface tension of mercury 470 0 dynea/cm 


227-4 

0 0680 

1 7 

267 6 

2-41 

22 8 

233-2 

0 109 

3-3 

271 0 

3-14 

26-4 

238-4 

0 181 

60 

273 0 

3-83 

27-7 

250-0 

0 646 

11-0 

277-6 

0 12 

31-2 

252 8 

0-086 

12-0 

280-2 

6 22 

33 8 

256 7 

0-000 

13 0 

282 3 

7 19 

36-4 

259 7 

1 27 

15 0 

284 2 

8 61 

37-7 

282-1 

1-66 

17 0 

287-6 

10-12 

40 5 

284-8 

1-04 

20-B 

280-3 

11-72 

42-1 
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Table 4. t^-Butyl alcohol 


temp. ® K 



temp ® K 



of alcohol 

p (mm.) 

F (dynes/cra ) 

of alcohol 

p (mm ) 

F (dynes/cm ) 


26° C. 

Burfooe tension of mercury 484-2 dynes/cm. 


214 0 

0 00200 

3-4 

203 3 

0 604 

40-8 

219 7 

0 00533 

6 0 

204-0 

0 663 

42' 1 

227 3 

0 0138 

0 7 

267 1 

0 697 

46 3 

229-2 

0 0172 

10 7 

207 2 

0 703 

40 0 

231 S 

0 0222 

120 

200- 1 

0-823 

47 B 

236 H 

0 0356 

15 7 

271 0 

0 061 

61 7 

230 3 

0 0617 

18-7 

273-6 

1-10 

66 9 

246 2 

0 0041 

23 3 

277 0 

1-56 

60 4 

248 2 

0-127 

27-2 

278-9 

1-82 

63-6 

253 3 

0 200 

31 8 

270 7 

1-91 

66 0 

267-2 

0-294 

35 0 

283 2 

2 49 

ea-8 

268 0 

0 310 

36 0 

286 0 

2 86 

71-3 

200 4 

0 391 

37 0 

286 5 

3 18 

77 2 


60° C; 

siiTfaco tension of mercury 470 0 dyuee/cm 


23H 1 

0-0466 

43 

271 7 

1-01 

24-4 

240 1 

0 0601 

63 

276-8 

1 53 

29-3 

244 3 

0 0861 

6 7 

279 2 

1-84 

32 6 

248 6 

0-133 

8 3 

278-9 

1 60 

32 8 

262 2 

0 180 

10-6 

282 1 

2 29 

36-4 

254 8 

0 230 

12 6 

283 0 

2 62 

30 3 

257 1 

O' 291 

14 6 

286 4 

2 93 

41 6 

268 8 

0-339 

16 2 

287 3 

3 37 

44 4 

260 2 

0-384 

16 9 

288 8 

3 76 

40 3 

261 7 

0-430 

17 2 

290 3 

4 17 

47 9 

266-2 

0 693 

20 2 

291 4 

4 51 

60 1 

266 2 

0 642 

20 5 

201 9 

4 07 

60-4 

268 3 

0 770 

21 5 

293 7 

6 20 

52 0 

268 0 

0 810 

21 8 

290 2 

0 27 

64 0 


Interpretation of the experimental results 

The methods of interpretation which had proved successful with the non -polar 
substances were used. The first of these was the fitting of the Volmer equation (1) 
to the experimental results, on the assumption that one was dealing with a mobile 
film. The plot of logpjF against F was constructed in each case to test the relation 
(2) derived from the Volmer equation and the Gibbs equation 
The only attempt that was made to apply the Langmuir equation was in the case 
of water where there was reason to believe that the molecules were immobile on the 
surface This will be discussed in detail below 

In order to understand the phase changes occurring in nearly all the adsorption 
isotherms at higher pressures, the ^ — logp curves were drawn. The gradient of 
this type of curve 

F(A-b)^kT, ( 1 ) 



bF 


( 2 ) 
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Table 6 w-Amyl alcohol 


temp ° K 



tomp ° K 



of alcohol 

p (mm ) 

F (dynea/cm ) 

of alcohol 

p (mm ) 

F (dynes '‘cm.; 


26“ C, 

surface tension of mercury 4 84 2 dynes/cm 


226 9 

0 00642 

11 0 

260 3 

0 200 

40 2 

2311 

0 0103 

13 7 

266 3 

0 311 

47 0 

236 0 

0 0160 

16 0 

268 3 

0 404 

31 7 

237 8 

0 0217 

18 3 

272 7 

0 367 

38 7 

240 7 

0 0296 

20 6 

277 0 

0 826 

66 4 

243 6 

0-0401 

23 3 

282 6 

1*28 

72-2 

247 7 

0-0608 

26 0 

284 4 

1*47 

76 0 

2497 

0-0741 

28 5 

287 4 

1 84 

70 4 

253-8 

0 lie 

31 4 

289-2 

2 09 

81 2 

257-H 

0 160 

37 0 

292 0 

2 56 

84 9 


60“ C; 

surface tension of mercury 479 0 dynes/cin 


235 0 

0-0160 

4 3 

270 2 

0 474 

2J 1 

241 0 

0 0306 

6 0 

271 6 

0 627 

24 1 

246 3 

0 0627 

8 3 

276 4 

. 0 726 

30 6 

248 5 

0 0658 

10 0 

278 8 

0 953 

J5 4 

281-3 

0 0863 

11 3 

270 6 

1-01 

37 0 

263 0 

0 111 

13 0 

282 7 

1 29 

42-1 

266 4 

0 140 

14 6 

286 2 

1 66 

47'2 

269'9 

0 104 

16 0 

280 0 

2 07 

61 7 

2622 

0*238 

18 2 

201*0 

2 60 

55*6 

264 6 

0 290 

19 8 

204 4 

3 04 

60*5 

266 2 

0-337 

20 8 






Table 6 

Water 



tomp ° C 



temp ° C 



of water 

p (imn.) 

F (dynes/cm ) 

Ilf water 

p (mm ) 

F (dyiies/uin 


25° C; 

surface tension of mercury 484-2 dynes/cm. 


-15 7 

1 16 

8 0 

9 8 

8 88 

31*1 

-14 0 

1-36 

8 4 

106 

9 69 

32*7 

- 13 3 

1 46 

04 

11 3 

10-04 

32-7 

-128 

1 62 

9 4 

13 6 

11 45 

34*7 

-11 0 

1 66 

10-0 

13 1 

11 32 

35 0 

- 8 3 

2 27 

13 0 

14 2 

12 14 

36-0 

- 02 

2 72 

16 0 

17 1 

14 62 

38 3 

- 34 

3 61 

18 7 

17 8 

15 00 

30 2 

- 2 1 

3 86 

10 3 

19 0 

17 43 

42 6 

00 

4-58 

21 6 

20 6 

18 20 

43 1 

3 4 

6 85 

24 3 

22*7 

20 60 

44 7 

6 3 

7-16 

26 9 

23 4 

21 60 

46 7 

9 1 

8-67 

20 8 

23 3 

21 45 

40 0 


50° C; 

surface tension of 

mercury 479*0 dynes/cm. 


6 7 

6 87 

6 3 

21 4 

19 37 

13 3 

9 5 

8 OO 

6 3 

23 0 

21 86 

13 9 

11-3 

1004 

7*3 

25 8 

24 62 

14*0 

14 6 

12 38 

DO 

28 4 

20 02 

16-2 

17 2 

14*72 

10*3 
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gives the amount on the surface according to the Gibbs equation In this way it 
was possible to obtain force-area and (force) (area)-foroe curves for the polar 
Bubstanoes on mercury. 

The primary gaattma jilm 

In all cases the first region of the adsorption isotherm gave a straight line within 
the limits of expenmental error when plotted as XogpjF against F, indicating a 
gaseous film obeying a Volmer equation Accordingly, the free energies, heats and 
entropies of adsorption were calculated for each of the substances by the method 
outlined in Part 1 (Kemball & Rideal 1946) The values obtained are shown in 
table 7. The errors given are exclusive of errors in the vapour pressure values In the 
case of n-amyl alcohol the additional error would probably amount to 260 oal. in 
zlG, less than 1 entropy unit in JiSf and negligible error in dH and 6, the co-area. 
Some examples of the lagpjF agamst F curves obtained are shown in figures 3-7 
Ethyl alcohol gave results similar in form to those of methyl alcohol (figure 3), 
where the second region of each isotherm was also a straight line on this plot Some 
deviation from the linear relation can be observed near the high pressure end of the 
propyl alcohol isotherm at 25*^ C (figure 4). n-Butyl and n-hexyl alcohols yielded 
curves similar to those shown in figure 5 for n-amyl alcohol. The second regions, 
unlike those for the first two alcohols, were no longer straight lines The transition 
pressures became lower the longer the hydrocarbon chain in the molecule The 
results for water (figure 6) require no comment and those for acetone (figure 7) will 
be discussed below under the section on the formation of second layers. 




Fioubb 3 Fiovrb 4 





logp/J* 
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Fiouiib 6 Fioitrb 0 


TABUis 7. Details of the fbimaby adsorbed layer 


subatanoe 

temp 

"C 

CO -area 

AQ 

ml /k mnl 

AH 

kcal /g iTicil 

AS 

cal /deg, mol 

methyl alcohol 

25 

50 

31 3± 1 0 

2H 4±0 4 

- 7879 ±22 

- 7 199 ±10 

-15 9 ±0 43 

- 27-2 ± 1-3 

ethyl alcohol 

26 

50 

220±03 

23 4±0 2 

- 8067 ±11 

- 7778 ± 8 

-11 4 ±0 26 

-11 2±08 

n-propyl alcohol 

26 

60 

10 1±02 

23 1 ± 0 4 

- B445±12 

- 8248 ±16 

-10 8 ±0 36 

- 7 9±M 

n-butyl alcohol 

25 

50 

28 1 ± 0 3 
2D8±0 8 

- 9817 ±10 

- 9122 ±17 

-18 1 ±0 34 

-27 8± 1 1 

n-amyl alcohol 

26 

60 

352±0-7 

37 0±07 

-10506 ±23 
- 0780 ±16 

-10 2 ±0-62 

-20O±1 6 

n-hexyl alcohol 

26 

60 

42-8±0 6 

46 0±07 

-11231 ±15 
-10396 ±20 

-212 ±0-59 

-33 4±1 8 

water 

26 

123±0 2 

- 6847 ± 8 

-17 6 ±0 36 

-36-0±M 


60 

10-3 ±1 2 

- 6940 ±10 

acetone 

26 

50 

1B-B±03 

20 6 ± 0 2 

- 0160 ±10 
- 6041 ± 8 

- 7 46 ±0-22 

- 4 4±0-7 
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The stale of adsorbed water 

In the case of water the entropy of adsorption was so large that it seemed probable 
that the molecules were immobile on the surface Presumably any particular water 
molecule remained m contact with the same mercury atoms for a relatively long 
period and the complex thus formed was able to move about the surface. It is not 
clear, therefore, whether the Langmuir equation, which is based on the assumption 
of adsorption on to fixed sites, would be expected to fit the experimental results 
more accurately than the Volmer equation. Complete immobility would not be 



i'’(dyne8/cm ) 
Figube 7 


expected for adsorption on to a liquid substrate The lower part of the \ogplF 
against F graph for water (figure 6) did show some tendency to curve, and it was 
mentioned in Part I that the Langmuir isotherm gave curved results at low pressures 
on this type of plot. Accordmgly a Szyszkowski equation (implying a Langmuir 
isotherm) was fitted to the results for water at 26° C and, as can be seen from table 8, 
the value of the quantity R was resonably constant The calculated Szyszkowski 
equation was . 


F = 0-09417 X 484-2 log l) 


( 3 ) 
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In order to oompare the fit given by thia and the relation (4) which had been cal- 
culated by the Volmer method outlined above, the error function (5) was evaluated 

\ogplF = 0 01 306^^-0 9374, (4) 


n — m 


( 5 ) 


IB the calculated value of the observed quantity y, n is the number of observationa, 
and m is the number of variables in the equation fitted The experimental values of 
F were used to obtain calculated values of logp, and these, together with the ob- 
served values of logp, wore used in the error function (5), which was evaluated fur 
each of the equations in turn, m was 2 in both cases and the values of n were the same. 
The equation (3) gave a value of ^ 0 000329, compared with 0*000390 from 
equation (4), indicating that the Langmuir method of interpretation was slightly 
more accurate than the Volmer. This behaviour contrasts with that found for the 
adsorption of 7i-heptane (Kemball & Rideal 1946) The Langmuir equation gave the 
limiting area per molecule as 20 6 A^, compared with 1 2 3 A® obtained as the Volmer 
CO -area 

Table 8 Adsorption of water at 25° C 


y/ro 

F 

(dynes/cm ) 

\ogp 

p (min ) 

Pn “Pfi— 1 

P^-Pn-l 

Pn^t-Pn-t 

log 7 ? 
(calf ) 

1 00 

0 00 

— 

0 000 

— 

— 

— 

0-90 

4 84 

1 82 

0 601 

0061 

— 

T 815 

0 98 

0-68 

0 184 

1 528 

0 807 

1 304 

0 172 

0 97 

14 63 

0 408 

2 660 

1 037 

1 196 

0-407 

0 00 

10-37 

0 580 

3-802 

1 307 

1 261 

0 602 

0 95 

24 21 

0 748 

5 598 

1 796 

1 372 

0-752 

0 04 

29-05 

0 805 

7 862 

2 254 

1 263 

0 890 

0 03 

33 89 

1 028 

10 67 

2 818 

1 250 

1 029 

0 92 

38 74 

M63 

14 22 

3-65 

1 250 

1 156 

0 91 

43 68 

1 278 

18 97 

4 75 

1 333 

1 277 


mean = 1 277 


As mentioned above, the entropy of adsorption of water was large, 35*9+ 1-1 
entropy units, and calculation on this topic led to mterestmg conclusions Accurate 
values of the entropy of water have been available for some time Gordon (1934) 
gave 45-101 eu, at 298-1° K and 1 atm The discrepancy between this, and the 
experimental value of 44-28 eu obtained by Giauque & Stout (1936), has been 
explained on the postulation of random orientation of the hydrogen bonds in 100. 
The idea was put forward by Pauling (1935) who showed that the difference between 
experimental and oaloulated values should be Rln 0/4 = 0-806e u Gordon's value 
was confirmed by Giauque & Archibald (1937) using the reaction 

Mg(OH)a^MgO + H>0. 

The contributions of the vibrations to the entropy, and the effect of the vibrations 
on the momenta of inertia are small at room temperature and may be ignored. Using 
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the momenta of inertia given by Gordon (1934) the sum of the translational and 
rotational entropy is found to be 46-0, compared with the accurate value of 46- 101 e u. 
A similar calculation for SlO-d** K gives 46’4 e.u , which, with an entropy of adsorp- 
tion of 35-0 ±1-1, means a value for the adsorbed molecules of 0-6 ± 1-1 e.u. 

When the molecules are regarded as fixed on the surface there will be no trans- 
lational entropy for the adsorbed phase, but there will be a considerable entropy 
corresponding to the number of ways in which the molecules may be distributed 
between the available sites. Fowler & Guggenheim (1939) gave the number of dis- 
tmguishable ways of distributing Nj,Ng , . . of molecules of types A, B, on Ng 
sites as ^ , 

which oorrosponda to an entropy ipven by 

^ .. ■ 

Considering molecules of one t3^ only, letting = N, Avogadro's number, and 
taking the standard state as providing x sites per molecule, i.e. = Nx, then by 
Stirling’s approximation 

iS = Ji[a;ln:r — (z— l)ln(a: — 1)] (6) 

This relation gives the entropy for one mole adsorbed on to fixed sites in terms of 
one parameter x, which will depend on the size of the molecules and on the distance 
between the mercury atoms on the surface. 

Using equation (6) and taking the area of a water molecule as 12'0 A*, which gives 
X = 683-1 at the concentration of the standard state, the entropy is found to be 
14-0 This IS much greater than the experimental value of 96+1 leu There are 
two possible explanations of this discrepancy First, when one molecule has been 
adsorbed there may bo some hindrance experienced in the adsorption of a molecule 
to a neighbouring site due to dipole repulsion, this would mean that the area of 
each site must be increased and a reduction in x would result. However, to reduce 
the theoretical entropy to 0 6 e.u the value of x would have to be 46 and the area 
of each site 156 A^ Secondly, the molecules may be associated on the surface 
involving a further reduction in their entropy. 

To estimate the possible decrease in entropy if all the water molecules were 
associated into pairs in the surface layer, an expression given by Fowler & Guggen- 
heim (1939) and due to Chang (1939) may be employed. The number of ways of 
combining double molecules with Nj^ single molecules is 

n 2{z - 1) ( N Jz) - Nj, )\y (2N^ + N^)\ 
l(2NJz)\i2N^^Nsy] ’ 

where z gives the number of nearest neighbours, and is a symmetry number 
which is equal to 2 if the ends of a double molecule are indistinguishable. Replacing 
by oonsidermg as representing empty sites, not single molecules, the 
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expression can be adapted to the present problem The symmetry number is 2, and 
the oo-ordination number for a mercury surface may be taken as 4. The total number 
of sites IB agam taken as xN which therefore replaces Usmg Stirling’s 

approximation the entropy per mole of single molecules is given by 

S = ii[2(a:-i)ln(a;- J)-2:ln2:-(j:-l)ln(x-l)-l-ln2] 

Using X = 583-1, the entropy is found to be 8 7 e u , which is a considerable reduction 
from 14-6 and in better agroomont with the experimental value of 0-5. 

The entropy might be further reduced by assuming association into clusters of 
more than two molecules and by assuming a larger area for each site Factors which 
have been neglected and which will cause an increase in the calculated entropy, are 
the vibrations of the molecules in the force field of the mercury and about the link, 
presumably a hydrogen bond, holding the pairs or clusters of molecules together 
These considerations of entropy form strong proof of the association of water on the 
surface of mercury because tho large entropy of adsorption can be explained in 
no other way 

Second layer formation 

Tho experimental results for acetone provided evidence for tho formation of more 
than one adsorbed layer The logp/F against F curve (figure fl) showed certainly 
two and probably three straight regions The first discontinuity was sharp but the 
second was ill-detined Straight lines were fitted to the three regions and the values 
of the constant b obtained were 18' H + 0 3, 9‘G + 0 2, 0 5 + 0 4 A^, indicating that the 
equations 

F(A - 1 8-8) = IcT, F{A -96) = kl\ F{A -66) = kT, 


were obeyed in succession Now J x 18-8 = 9-4 and ^ x 18 8 = 0 3, which suggested 
that the formation of a second and then a third layer was taking place In analogy 
with the equation ^ 

which was suggested in Part 1 for two layers on the surface, 

F{A^ib) = kT 


was expected to hold for three layers. 

The fitting of straight lines to the curve presupposed that all the discontinuities 
were sharp. This treatment was balanced by drawing the F against logp curve as 
smoothly os possible, which led to a smoothed FA against F curve (figure 8) and 
placed the minimum of emphasis on the discontinuities. The FA curve indicated that 
the formation of a fourth layer had begun near the saturation pressure Condensation 
to a two-dimensional liquid was not a sufficient explanation of the changes observed 
with acetone By the end of the adsorption there was one acetone molecule per 
10 A*, which meant that a second layer at least must have been formed 

At 50® C the condensation of the second layer did not take place until a much 
higher pressure was reached It was not possible to explore this region in full. 


Vol. 190 A. 


9 
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However, the errors of the last seven points from the line fitted to the first eighteen 
points comprised strong evidence of some phase change 

The property of forming multiple layers appeared to be connected with small 
partially polar molecules because the changes in the isotherms of methyl and ethyl 
alcohols probably corresponded to the same phenomenon os found with acetone 
In these cases no attempt was made to smooth the results For methyl alcohol the 
following equations were found to fit the experimental readings; 

at 26° C. F{A - 31 3) = iT and F{A - 16-7) = fcT, 
and at 60“ C: F(A — 28-4) = kT and F{A — 14-4) = AT. 

In both oases the co-area for the second region was almost exactly half that for the 
first region For ethyl alcohol at 26“ C the co-areas were 22- 0 + 0-3 and 1 1'7 ± 0- 2 A®. 
Sufficiently high pressures could not be obtained to calculate the co-area for the 
second region at 50° C in the case of ethyl alcohol The surface pressures at the onset 
of the double layer adsorption were lO-S and 28-1 for methyl, and 30-0 and 48-2 
dynes/cm for ethyl alcohol at 26 and 60° C respectively These show that the ten- 
dency to form a double layer diminished with increasing temperature and chain 
length os expected. 



J'(dyneH/ciii ) 
FiQiniB S 


The entropy of adsorbed acetone 

The extremely small value foimd for the entropy of adsorption is of interest 
Using the methods outlined in Part II (Kemball 1946a) the two-dimensional entropy 
of translation at the concentration of the standard state was found to be 20-0 e.u., 
compared with the three-dimensional value of 38-2 at 310-0° K and 1 atm. The 
minimum value that would have been expected for the entropy of adsorption was 
therefore 8-0, the difference between the values just quoted. However, the experi- 
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mental figure was only 4-4 ± 0-7 e u., which indicated that the adsorbed molecules 
must have possessed as much freedom to rotate and to move in two dimensions, as 
the vapour molecules, and further that the lost translational freedom must have 
been replaced by a vibration of low frequency The small energy of adsorption of 
7-45 kcal./tnol. was in keeping with this suggestion Two methods were used to 
give a rough value of the frequency of the vibration and hence the entropy associated 
with it The idea due to Lmdemann that the amplitude of the vibrations of atoms 
at the melting-point is equal to the interatomic sopaiation may be extended to 
calculate a ‘ charactenstio frequency’ for the acetone molecule. First, the relation (7) 
given by Moelwyn-Hughes (1940) was used, taking the melting-point as 174°K 
and the density of the solid as 0 9686, and givmg the value of the frequency as 
42 6 cm Secondly, use was made of the approximate relation between energy of 
dissociation and the frequency of a diatomic molecule. With the exception of 
hydrogen and deuterium the relationship is linear. Assuming that the concept could 
be apphod to the interaction between molecules as well as to that between atoms it 
was found that the energy of 7-45 kcal /mol corresponded roughly to 70 cm.~^ 
Both these methods were not strictly applicable to molecules but they showed 
agreement on the order of magmtudo of the frequency. In table 9 the entropies of 
vibration of frequencies in that range, calculated from the relation (8) for the 

(V 

where v is the frequency, £ is a constant having the value 2 80 x 10^^, is the 
molecular volume and the melting-point 

•Swb. = l)-*-In(l -.-»>'/*»’)]. («) 

temperature of SIO-O'^K, are listed. The values are of the correct order to account 
for the difference between the entropy of adsorption of 4 4 and the expected loss for 
the third degree of translational freedom, of 8-6 e u , by a slow vibration of the 
molecule, as a whole, m the force field of the mercury. It was presumed that the 
adsorption was so weak that the rotations of the molecule were hardly impaired at 
all. This led to a large free energy of adsorption even although the total energy was 
little greater. 

Table 9 Vibrational xbequuncies at 310-6° K 


frequency v 

entropy S 

cm.“* X = hvJkT 

e u. 

40 0 1846 

5 34 

60 0 2308 

4 90 

60 0-2770 

4 64 

70 0 3231 

4'26 

80 0 3608 

3 OS 

00 0-4166 

3 76 

216 6 ' 1-0000 

2 06 
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Two-di7nens%onal condensation 

The upper regions of the adsorption isotherms for the three higher alcohols 
consisted of comparatively incompressible films. The F against logp curves (e.g 
that for 7i-hexyl alcohol, figure 9) were practically straight and the logpjF against 
F curves (e.g that for n-amyl alcohol, figure 6) were convex to the sUrface-pressure 
axis, indicating that the Volmer equation was no longer obeyed For the purpose of 
calculating the thermodynamic quantities for these condensed films, and for the 
construe tion of the F against A curves (figures 10, 11), straight lines were fitted to 
the upper parts of the F against logp curves and the compressibility of the films was 
ignored. The gradient of such lines gave the area occupied by each molecule in the 
condensed film, and the intercept on the logp axis was some measure of the free 
energy of adsorption 

The same definition of a standard state as was used for the gaseous films was 
taken for these condensed films, i e. a surface pressure of 0^06084 dyne/cm. at any 
temperature Extrapolation of the F against log p lines was necessary as none of 
the films were stable down to such a low pressure The free energy of adsorption 
was given by 

-AO=RTln(pJp), 

where pg was 1 atm and p was the pressure of vapour that would have been in 
equilibrium with the condensed film at a surface pressure of 0 0G084 dyne/cm Hence 

^AO = 2 303iiTlogpg/p = 2 303iiT( 1-8808- log p), 

if p IB measured in mm. of Hg. The entropy and heat of adsorption were then ob- 
tained from the temperature coefficient of the free energy The data for the con- 
densed films of the three alcohols are summarized in table 10. As expected the heat 
of adsorption increased with chain length because of the greater interaction between 
the chains. The area per molecule remained in the neighbourhood of 20 indicating 
that the molecules were erect on the surface. 


Table 10. The condensed films of the uioHEn alcohols on mebcury 



tomp. 

area per mol 

AO 

AH 

AS 

Bubstanoe 

"C 

A> 

cal. /g. mol. 

koal /g.mol. 

col./deg g.mol. 

n-butyL alcohol 

26 

60 

21 8±04 
23-9 ±0-4 

-4200 ±38 
-3616 ±30 

-124±1 0 

-27 4±2-8 

n-aznyl alcohol 

26 

23 4 ±0-3 

- 4808 ± 22 

-ie'4±oe 

-38‘6±1 8 


60 

21-4±0 3 

-3916 ±20 

n-hexyl alcohol 

25 

60 

2IB±03 
18-0 ±0-3 

-5601 ± 18 
- 4626 ± 12 

-17’2±0 5 

- 39 1 ± i 2 


The force-area curves for these alcohols were calculated from the Volmer equa- 
tions fitted to the first regions of the isotherms and from the area per molecule 
(assumed constant over the second regions) The value of the surface pressure at 
which two-dimensional condensation set in can be seen to dimmish with chain 
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length, and the inoreose of the co-area of the goaeoua films with chain length is also 
clearly shown in figures 10 and 11. A comparison of the two figures shows that for 
each alcohol the condensed film formed at a lower surface pressure at the higher 
temperature, i.e. the surface vapour pressure decreased with increasing temperature 
— a reversal of the normal pressure-temperature relation This mteresting property 
was connected with the entropy change on liquefaction or alternatively with the 
latent heat change As the condensed film was formed from a gaseous film In which 
the molecules were lying m contact with the mercury tliere was an absorption of 
energy instead of an evolution. The entropy of the molecules was greater in the 
liquid film than m the gaseous film The effect was due to the fact that the molecules 
were more strongly attracted to the mercury than they were to each other, and 
liquefaction was only possible after the erection of the molecules. 

The cntioal temperatures for substances on a mercury surface must be greater 
than the values on a water surface, because the experiments of Adam & Jessop 
(1926) indicated that the critical temperature of substances with 12 or 13 atoms in 
the chain was below room temperature No definite liquefaction was obtained for 
propyl alcohol on mercury but that was probably due to inability to produce a 
sufficiently high vapour pressure because the last few points of the logpjF against 
F curve (figure 4 ) indicated that some change liad taken place in the isotherm for 
26 ° C The large mass and high surface energy of the mercury may mean that the 
surface of that medium is more permanent than the surface of other liquids and give 
rise to a higher critical temperature for two-dimensional condensation Surface films 
on water generally give surface- vapour pressures of less than 0 4 dync/cm I'ho higher 
values found with mercury wore due to the short chains of the substances adsorbed 
If the surface -vapour pressures for substances on water are plotted as log^ against 
the number of units in the chain, an approximately linear relation is obtamed, and 
the values for the three alcohols adsorbed on mercury also fit this relation reasonably 
well However, the work of Jura, Loeaer, Basford & Harkins (1945) shows the 
liquefaction of 71-hoptane on silver at a surface pressure of a fraction of a dyne/cm 
which would not be expected from the relationship between surface-vapour pressure 
and chain length. 


Discussion 

The heats of adsorption of the different compounds showed interesting variations 
As had been found with the non-polar substances (Kemball & Rideal 1946) the first 
region of the adsorption isotherm was nearly always a gaseous monolayer obeying 
a Volmer type of equation (the only exception being water) The values obtained 
for ethyl and n-propyl alcohols probably represented the heat given out by the 
adsorption of an alcohol group end-on to the mercury surface, i e. about 11 kcal./ 
g mol. The higher values obtained for methyl alcohol and water may have been 
partly due to the closer approach of these small molecules to the surface but were 
probably caused by association which was thought to occur from entropy considera- 
tions After propyl alcohol the heat of adsorption rose sharply and increased with 
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each extra CHg group in the ohain, which, cobpled with the increase in oo-area, 
indicated that the molecules were lymg flat on the surface The heat of adsorption 
of acetone was low despite the strong dipole moment The area indicated that the 
molecules were probably end-on to the surface and this suggests that, although the 
heat of adsorption might be greater if the dipole came nearer the surface, the area 
occupied might be uneconomically large or alternatively the freedom of the mole- 
cules might be curtailed and give nse to a lower free energy of adsorption, The low 
entropy of adsorption for acetone confirms that the molecules are held in some way 
which puts httle restraint on them and allows free movement The heat of formation 
of the liquid Aims, formed with the higher alcohols, mcreased with chain length as 
expected. 

The oo-areos of water and methyl alcohol were much larger than might have been 
expected This increase may have been due to dipole repulsion between the adsorbed 
molecules and some trace of this still persisted with ethyl alcohol The decrease of 
co-area with temperature conflrmed the idea of dqKile repulsion, because as shown 
in Part T a decrease of co-area with temperature means the absorption of energy as 
two molecules approach to their equilibrium distance on the surface The small 
increase with ethyl alcohol indicated that the attractive forces were only just greater 
than the repulsive forces at the equilibrium separation Most of the substances 
adsorbed showed an increase of co-area with temperature 

Contrary to the results of Cassel & Salditt (1931) water vapour was found to be 
adsorbed on mercury, although not strongly at 50 “ (> The initial regions of the curves 
for surface pressure against vapour pressure were found to be concave to the vapour- 
pressure axis at all stages, whereas Cassel & Salditt had reported a convex curve 
with a point of inflexion for the lower alcohols This they attributed to association 
between the alcohol molecules, but it is doubtful if association could cause such 
marked effects They found that a largo pressure of methyl and a somewhat smaller 
pressure of ethyl alcohol was required to influence the surface tension, and so on 
until butyl alcohol caused a lowering at extremely small pressures In all coses, onf?o 
this critical pressure had been reached the effect on the surface tension of a further 
increase of pressure was quite marked It is possible that their mercury was covered 
with some non-polar contaminant, which water was not able to displace and so was 
not adsorbed, and the alcohols were able to displace this dirt once a certain critical 
pressure had been reached and this was lower the larger the non-pc>lar part of the 
molecule, It is only in the cases where the attraction between the adsorbed molecules 
> are greater than the attractions between the adsorbing surface and the adsorbed 
molecules, that a convex portion of the F against p curve would be expected due to 
association 

The alcohols showed an interesting trend as regards the behaviour of the second 
region of the adsorption isotherm. Methyl and ethyl both formed second layers The 
higher alcohols from n- butyl upwards formed condensed films Propyl alcohol fell 
between the two types of behaviour. It has too long a hydrocarbon chain to allow 
the formation of a second layer readily— the extra CHj group in ethyl alcohol 



136 


C. Kemball 


delayed the formation of the double layer by several dynes/cm compared with 
methyl alcohol. On the other hand, the length of the propyl chain was too short to 
give two-dimensional condensation until a very high surface pressure was reached. 
One of the interestmg features about the experimental results was the evidence for 
the discontmuouB adsorption of the second layers, and in the case of acetone, of a 
third layer as well. Little was known about the structure of the double or triple 
layer thus formed, they appeared to be gaseous, obeying a Volmer equation with 
one-half or one-third of the normal co-area This behaviour could be explained on 
the concept of separate surface pressures for each layer and equal amounts in each 
layer This cannot be regarded as a satisfactory explanation, it is more reasonable 
to regard the two layers as a composite phase and not to differentiate between first- 
and second-layer molecules This treatment is also demanded by the application of 
the phase rule, for example to figure 3 

Water showed no inchnation to form a second layer and only a monolayer was 
formed at high ratios of plp^ The evidence obtained so far indicates that small 
partially polar molecules most readily form second layers It is possible that a 
second layer of water would not produce any lowering of surface energy. The surface 
tension of mercury covered with a monolayer may be regarded as the free energy of 
the mercury atoms and the free energy of the molecules comprismg the monolayer 
The surface tension of mercury covered with a monolayer of water is 438 dynes/cm . 
whereas the corresponding values with heptane, and benzene and toluene, are 424 
and 419 dynes/cm The value with water is distinctly higher and in keeping with the 
greater free energy of the water molecules A second layer of water will only be formed 
if the free energy of the mercury atoms be reduced, because it is clearly no gain 
towards the reduction of surface tension to replace one layer of molecules by two 
layers when the molecules in the second will have the same high free energy. If one 
supposes that one layer of water molecules is capable of saturating the field of the 
mercury atoms, the adsorption of a second layer would not bo expected However, 
in the case of a partially polar molecule, it is possible a second layer might cover up 
some of the polar portions of the molecules in the first layer and so cause a decrease 
in the free energy of tlie surface as a whole 

1 have pleasure in thanking Professor Eric K Rideal, F R S , for his interest and 
encouragement in this work which was financed by the Ministry of Aircraft Pro- 
duction 
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Sublimation in a Wilson chamber 

B\ B M. CWILONQ 

{Cwnmun%c<tied by G M B Dobson^ FBS, — Received 21 November 1946 — 

Read 19 June 1947) 

1 Introduction 

About fifty years ago Professor C. T. R. Wilson began a claesical series of experiments 
(Wilson 1895 to 1933) on the condensation of water vapour in both dust-free and 
ordinary air. The only reference to ice throughout that work is as follows (Wilson 
1897c, p. 299) 

‘It is assumed here that the cloud -particles are actually liquid drops and not ice 
crystals, in spite of the fact that the condensation begins at temperatures much 
below the freezing-point* and that the temperature when the particles are fully 
grown IS, as we shall see, also slightly below the freezing-point,' 

In the present paper experiments are described in which the final temperatures 
after expansion are much lower These confirm that down to surprisingly low 
temperatures only liquid water droplets are formed, but they show that after 
a threshold low temperature is passed ice particles begin to be formed These ice 
particles are not formed by the freezing of water droplets but by the direct sublima- 
tion of water vapour to ice crystals, and the process has some essential difierenoes 
from the condensation of water vapour at higher temperatures The experiments 
also indicate that in ordinary outdoor air there are no sublimation nuclei on which 
the loe crystals form when the air is supersaturated at temperatures between 
0 and -32®C 


• About - 16^ C. 
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2. Method 

2 1 The initial difficulty in this work was to devise some means of detecting the 
presence of a few ice crystals in the cloud formed on expansion. For this purpose 
use was made of the well-known property of supercooled hquids to solidify, when 
inoculated by even the smallest particle of their solid pliase. Some water* which 
can be easily supercooled is put in the bottom of the cloud chamber (a in figure 1 ) 
which consists of a glass cylinder. The whole cloud chamber is placed in a cooling 
bath of alcohol (c) contained in a Dewar flask (d) The coobng bath is kept at a known 
temperature below the freezing point. Between the cloud chamber and the piston 
part of the apparatus a trap (b), similar to liquid air traps, is introduced to prevent 
diffusion of water vapour from the piston part, which is at room temperature, to 
the cloud chamber proper. 

In order to reduce turbulence after expansion, a wiro-gauze partition (Z)) is 
placed in the tube connecting the chamber with the piston part. The piston part of 
the apparatus is either of the glass plunger tyjie (E in figure 2) or a rubber membrane 
(E in figure 1). When only water drojilets are formed on expansion the supercooled 
water remains liquid, but if one ice crystal is formed it must eventually fall mto the 
water or on to the glass walls which are also wet with sujieroooled water so that the 
whole will freeze. 

In the case of dust-free air the tlireshold temperature, below which the first ice 
crystals are formed, is defimte to within about 0'1°0. To measure it accurately 
a special cloud chamber was made consisting of three legs, all connecting with the 
same expansion chamber, but cooled in three different baths to slightly different 
temperatures (figure 2) Since the expansion ratio is necessarily the same in all 
three legs, the final temperatures after expansion will differ from each other as the 
bath temperatures differ The bath temperatures were so chosen that ice particles 
were formed in one or two legs but not in all, so that upper and lower bmits to the 
temperature were obtamed 

In some cases, especially when very low final temperatures were investigated and 
where the bath temperatures were necessanly too low to allow the use of super- 
cooled water, the presence of ice crystals was observed visually, but this second 
method is necessarily less accurate than the first. In the second method the water 
on the bottom and sides of the cloud chamber was frozen and a clear wmdow made 
by evaporating the ice from a small area near the bottom of the cloud chamber 
which consisted, in this case, of a glass cylinder 70 cm long. If a few ice crystals 
were formed they would fall tlirough the cloud of supercooled water droplets (i.e 
through air supersaturated with respect to ice) and grow so rapidly that by the 

* It was found that easily supercooled samples of water and heavy water could be obtamed 
by repeatedly distilling the water in a vacuum without bubbling and afterwards boiling the 
sample until the greater part was evaporated Water prepared in this way can be supercooled 
as much as 10° C The lowest supercooling obtamed by this method was 23° C and different 
aamplea each have their own freezing pomt which they appear to keep indeflmtely 
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time they reached the bottom of the chamber they could be seen by eye, glittering 
in the light of an arc lamp 

2-2 Calculation of the adiabatic cooling. By the above methods the expansion 
ratio which, with any given bath temperature, will just result in some ice particles 
being formed can be fixed with great accuracy but it cannot bo assumed that the 
final temperature immediately after expansion can be obtained by applying the 
usual adiabatic formula. In fact, the temperature change m our case was generally 



Figurr 1 Figure 2 

some 1 5 % less than this. The fact is often overlooked that the ratio of the specific 
heats (y) without experimental cprrection can only be applied in calculations of 
-expansion cooling to very big chambers (over about 501 ). To evaluate the effective 
value of y, room air of measured humidity was specially enriched in condensation 
nuclei by passing it over a glowing wire This air was then admitted mto the dry 
expansion chamber and a series of expansions made, with successively increasing 
expansion ratio until a fog was just formed, indicating that the air had been cooled 
to its dew-pomt When the expansion chamber is illuminated by the beam of the 
arc hght this ‘fog -point’ can easily bo determined within 0-2° C. 
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3. Results 

3 1. SiMimationindust-freeair When the air in a cloud chamber is first freed from 
all dust nuclei by several expansions not exceeding a ratio of 1'25 and then the 
chamber is placed in the cooling bath at a temperature between — I and — 10° C, 
consecutive expansions, increasing in ratio, show the following phenomena (1) up 
to a ratio of about 1-25 no particles at all can be observed and the supercooled water 
remains liquid; (2) for expansion ratios between 1 26 and 1 38 particles are formed 
as described by C. T. R. Wilson and the supercooled water remains liquid, indicating 
that only water droplets are formed, (3) as soon as the temperature at the end of the 
expansion falls to — 41 2° C the supercooled water usually freezes although there 
may be in this case a delay of from 1 sec. to a few minutes during which time ice 
crystals are fallmg, (4) when the final temperature is a few tenths of a degree lower 
still, fmzing always takes place immediately, indicating that many ice particles 
are present and inoculation is not delayed 

When the initial temperature of the chamber is below — 10° C (with ice covering 
walls and at the bottom) and the expansion ratio is such that the final temperature 
is below — 41 2° C, several ice particles glittering in th6 light are observed even when 
the expansion ratio is smaller than 1-26 They wore certainly observed with the 
expansion ratio as low as 1-07 and this value is probably rather the limit of accurate 
observation, than of the process It should be noted that this is in air freed fitim all 
ordinary nuclei and in which no condensation would occur if the final temperature 
had been above — 41-2° C This shows explicitly that the ice particles are formed by 
direct sublimation from the vapour 

When the final temperature reaches about — 70° C a change m appearance of the 
cloud IS observed During the first few seconds after expansion, instead of tlie fine 
crystalline dust found at higher temperatures a small shower of quite big grains of 
ice falls. After this follows a cloud of crystalline dust which takes several minutes 
to settle. 

At final temperatures of about - 100° C only the grain shower remains Even 
when the expansion ratio greatly exceeds Wilson’s cloud condensation ratio no 
other particles are visible Below about — 120° C no particles are obBer\red 

When the chamber was filled with CO^ from industrial high pressure cylinders no 
appreciable difference of temperature was observed from the results with air 

If the air in the cloud chamber is ionized by exposure to X-rays before the expan- 
sion, many more ice particles are formed, but there is no change in the critioal 
temperature of —41 2°C 

3-2. Svijlifnalian, in outdoor air. A series of experiments with outdoor air were 
made in the three-leg chamber on the fiat roof of the Clarendon Laboratory, Oxford, 
and during very clear conditions at Shotover, 4 miles outside Oxford The chambers 
were well ventilated until 3 mm. before each expansion It was found that the 
maximum temperature for the first appearance of ice particles ( — 41-2° C for clear 
air) was now changed to — 32-2° C. The threshold temperature is not so definite as 
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with duBt-free air but vanes from one expenment to another with a range of about 
1** C. The place, season of the year and weather have no appreciable influence on this 
temperature. 

3-3 Sublimation in contaminated air When the air in the chamber was artificially 
contaminated before each expansion by introducing tobacco smoke, it was then 
found that the maximum temperature for the appearance of ice is much higher afid 
about - 27° C ( ± 0-6° C). 

3'4. Sublimation with heavy water in dust-free air It was found with a sample of 
heavy water d. 20/4.1 10436 that the highest temperature ot the appearance of 
loe was — 37-4° C 


4. Remarks on experimental data 

The experimental data are conveniently summarized in the form of a table at the 
end of this paper. 

4-1. Ice in dust-free air From experiments in dust-free air it can be concluded 
that there are no centres on which either sublimation or freezing of water droplets 
can start at a temperature above — 41*2° C Below — 41'2° C very small expansions 
always give a scanty shower of ice crystals C T R Wilson has shown that in dust- 
free air negative ions are the most active centres of condensation As the density 
of the shower of ice particles in our case is of the order of Wilson’s 'rain-like' 
tondensation, this seems to indicate that clusters of ions and single ions are acting 
as genuine nuclei of sublimation too This fact is also confirmed by X-ray evidence: 
when the expansion chamber is illuminated by X-rays the density of the shower 
increases, In the caae of sublimation the action of centres of sublimation is quite 
different from Wilson’s condensation nuclei because it seems only to depend on the 
final temjierature and not on the degree of supersaturation. The following argument 
indicates that in the first method (usmg supercooled water at the bottom of the 
chamber as a detector and consequently large expansion ratios) the initial ice 
particles must have been formed by direct subhmation and not by the freezing of 
water drops In the second method we can be certain that only ice particles are 
formed beoause the expansion ratio was too small to allow of any drop formation 
From this and the coincidence of the threshold temperatures found by the two 
methods it is legitimate to argue that ice particles appeanng in the mixed cloud of 
water and ice encountered in the first method, are formed by direct sublimation and 
not by the freezing of water drops. 

Are ions the only centres on which sublimation takes placed The mixed fogs of 
water drops and loe particles are observed down to — 70° C But the number of ice 
particles increases as the final temperature after expansion decreases. In large 
expansions when the final temperature is below — 60° C, an ice cloud is formed 
which in density resembles Wilson’s cloud-like condensation rather than his shower- 
like condensation. For the formation of such a cloud the number of ions in the 
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chamber is not suiBoient bo that many ice jiartioles are formed either by subsequent 
freezing of water droplets or by sublimation on neutral oentreB. The majority of 
water drops in mixed fogs evaporate quickly in the presence of ice particles, as 
indicated by the visible decrease in density of the mixed cloud in the first minutes 
after expansion. (There is no similar change when purely water clouds are formed.) 
But such decrease becomes less and less marked when approaching — 60° C, and the 
ice cloud shows no change in density at temperatures about — 65° C. Some water 
droplets are probably inoculated by ice particles owing to different velocities of fall. 
It is also possible that m the mixed cloud some water drops, being near to ice particles, 
will evaporate quickly and lose enough heat to freeze. A similar oocurrence was 
observed during the earlier work on sublimation on solid surfaces: supercooled 
water drops were deposited on a gold surface from air with a dew-point of — 30° C 
The air supply then was suddenly changed to much drier air, with the dew-point 
— 65° C The drops started to evaporate quickly, the majority freezing at once. 

4-2. Ice in outdoor air and in contaminated air The process of the appearance of 
ice in this case is different. More experimental evidence is necessary for answering 
the main questions are there any other nuclei acting as genuine sublimation centres, 
or IS it just the freezing of water drops? 

An interesting problem from the meteorological point of view is to find the threshold 
temperatures at which sublimation commences at vanous cloud levels 


Table summarizing all experimental results 


aiT 


outdoor 

clean 


temperature (f) 

expansion f ^ — 

ratio {E) initial after expansion 

C T. R. Wilaoii (1897) 

E> I about room — 

^<1*25 „ — 

1-25<£7<1-3S „ — 

^>138 „ e>-16“C 


products of expanaion 


dense fog of water droplets 
none 

shower of water droplets 
dense fog of water droplets 


outdoor ^>1 /<U’C 

clean £r<l'25 „ 

1-26<A7<138 

E> 1-38 


B M, Cwilong (1944) 

t> -32 2°C 
^^-32 2°C 

t> 

-41 2*0 
-41 2'’C 
-41 2°C 


dense fog of water droplets 
dense fog of water droplets 
and ice particles 

none 

shower of ice particles 
shower of water droplets 
shower of water droplets and 
ICO particles 

dense fog of water droplets 
dense fog of water rlroplets 
and ice particles 


-10='C</<0°C t> -41 2“C 
-41 2**C 


clean and — about — 30° C — 100° C<t< — 70° C ahoMrer of soft hail and fog of 
outdoor loe dust 

t about — 100° C shower of soft hail 
l< — 120°C none 


II 



Sublimation in a Wilson chamber 


143 


The work described above was carried out for the Meteorological Office, and I am 
indebted to the Director, Sir Nelson Johnson, and to the Professor of Experimental 
Philosophy in Oxford University, Lord Cherwell, F R S., for enabling me to pursue 
this research at the Clarendon Laboratory, Oxfonl It is a pleasure to acknowledge 
my indebtedness to the Reeuler m Meteorology, Professor G. M B Dobson, F.R S , 
for his keen interest in my research and many stimulating discussions andsuggostions 


References 

Cwilong, B M 1945 Nalure^ 155, 301. 

Partmgfcon, J. K & Howe, A. B. 1924 Proc fioiy Soc A, 105, 225. 

Powell, C. F- 192H Pror Roy Soc A, 119, 653 

Wilflon, C T. K 1895 Proc Camb, Phil. Soc. 8 , 306 

WiUon, C T R 1897 a Proc Gamb. Phtl Sot 9,333,392 

Wilson, C T R. 18976 Proc Roy Soc 61, 240 

Wilson, C. T. R 1897c PM Trans A, 189, 265 

Wilson, C T R. 1899 Phil Trans A, 192. 403 

Wilson, C. T. B. 1900 Phil Trans. A 193, 289. 

Wilson, C T. R 1933 Proc Roy Soc A, 142, 88 




Studies on silk proteins 

I. The properties and constitution of fibroin. The conversion 
of fibroin into a water-soluble form and its bearing 
on the phenomenon of denaturation 

By D Coleman and F O Howitt 

The British Cotton Industry Research AssocuUion {Silk Section), 

Shirley Institute, MancheMer 

{Communicated by Sir Robert Pickard, FR S — 

Received 13 February 1045 — Revised 21 October 1940) 

LPlate 0] 

Some of the conatitueiit aiiiiiLO- acids nf fibroin (ilogiimmed silk) are dotormined Special 
attention is direi f.eil to hiatidine, owing ici its use in the calr illation of the molecular wnight of 
hbroin A value of 0 46 % has been found by methods in which the histidino is isolated as 
nitranilate or di-(3 4 dichlorobonzoneHulphonato) Other values obtained are Eioriiie 12 0%, 
threonine 1 6 %, tyrosine 10 fl %, and proline 1 5 % Hydro xyproline appears to bn absent, but 
the presence of small amounts of some liydroxy ammo -acid other than serine and throonine is 
indicated 

1'ho moan residue weight of fibroin is determined by three innlliodH, onn of which is a new 
method based on analysis of the complex formed beti^oen fibroui and cupn-othylonediainme 
This inothod gives a ('ii fibrniii-N ratio of 1 1 02 and, if allowance is niaile for co-ordi nation 
with the tyrosine hydroxyl group, an equivalence of I 904 atoms of peptide-mtrogon to 
1 atom of cupper is obtained. The three methods give an average value of 78 U for the mean 
residue weight of fibroin. This value, together with the most oi coptable data for ainino-ru'ul 
constituents, indicate that the unidontihed anliydro-rosidiies (about 20 %) have a iziea/i 
residue weight of about 107 

Kvidence is presented that fibroin contains no aimde-nitrogen Methods for the deter- 
mination of amidn-nitrogeii at present in use, which indicate a content of I to 2%, arc cun 
Hiilered to bo unreliable 

Fibroin ilissolvod in ciipn ethylenodi amine gives, on neutrafizalion and dialysis of the 
ri'Niilting solution, a water-soluble proteui The production of this water-soluble protein is 
attended by little or no dngradabion of the original hbroin as shown by debermiiiatiuns of 
fliiulity, ammo iiilrogon, anri acid- and alkali-Lombiiung power 

The water-soluble protein is precipitated by the riurinal protem-precipitating reageiiLs, 
but in ev'ory instance examined the procipitated matonal exhibits an insolubility < oin- 
parable with that of the origuial fibroin. 

Factors responsible for the solubdization process are mi estigalod and data for molecular 
weight, titration values, ultra- violet absorption spectra, reducing lU'tivity, optical rotation, 
tryptic hydrolysis, and viscosity for both soluble and dispersed fibroin are given Soluble 
fibroin has — 53 1° and dispersed fibroin [(z]]r/ - 58 9°, both m aqueous media 

The preparation and properties of films and filaments of fibroin are liescnbcd Films of 
fibroin can be prepared that ore water-soluble On stretching, these films sliow strain - 
birefringence, acquire cnnsulerable tensile strength, and become insolubli' in water, but 
X-ray examination gives the ^-keratin pattern for lioth the strotched and uiiHlmtched hlms 
Heosona are advanced for considering the water soluble form of fibroin to be the native or 
renaturod protom and the onguial protein to bo the denatured form 

The denaturation of Abrom is discussed on the basis that denaturation is osseiitially an 
unfolding of a coiled long -chain molecule The subsequent aggregation of the imcoiLed 
molecules to give an insoluble product is considered to bo a secondary process 8 ume aspects 
of protein and polypeptide clionis as macro-molecules are also discussed 


VoK 190 . A. (H July 1947 ) 


[ 146 ] 


10 



146 


D. Coleman and F. 0. Howitt 

1. Introduction 


The thread extruded by the Bilkworm, Bofnbyx mori, consiatB essentially of two 
proteins, one of which (fibroin) forms the substance of the two component fila- 
ments and the other (sencin) a cementing material coating the two filaments and 
joinmg them together The sencin layer is readily removed by mild alkalis, e g by 
boiling soap solution, leaving the filaments of fibroin in a fairly pure condition 
Subsequent treatment of the fibrous protein with dilute acetic acid, followed by 
extensive washing with distilled water, yields a protein material of high purity. 
This ease of preparation probably accounts for the early attention that fibroin 
received (mainly by Fischer and his pupils) and for the extensive data that have 
been published for its constitution. 

The great disadvantage attending work on fibroin in the past had been its 
insolubility, even in dilute acids or alkahs. It is possible, however, to convert this 
insoluble fibrous protein into a form that is freely soluble in water, which con- 
siderably broadens the field of investigation. 

The problem of the structure of fibroin is inseparably bound up with its amino- 
acid composition, especially in the light of the Dorgmann-Niemann theory of 
periodicity of amino-acid distribution. Fibroin, with its freedom from cystine and 
methionine, has a relatively simple ammo-acid composition, and an extension of 
the available analytical data (see Synge 1943) permits the advancement of a 
structural theory that is compatible with the composition of the fibroin molecule 
and of a possible explanation of the characteristic properties that are a reflexion 
of its biological role. 

2 Experimental 

A Dpiermination of some. amino~a 4 ^ids in fibroin 

(i) Histidine The histidine content of 0 07 % found by Vickery Sl Block (1931) 
has been generally accepted for fibroin. An examination of the analytical method 
used by these workers, however, indicated that this value is probably too low The 
method first adopted was a modification of the combined procedures described by 
Block (1934, 1940), the histidine being isolated as mtramlate This method gave 
an actual yield of 0 21 %, and evidence was obtained fhat absorption losses (due 
to the use of baryta as hydrolyzing agent) ha4 occurred, indicating that the true 
content was higher than this value Subsequently, a modification of the method of 
Vickery Sl Winternitz (1944) was appbed to hydrochloric-acid hydrolysates of fibroin, 
and this gave yields of histidine [isolated as di -(3 4 -dichiorobenzene-Bulphonate) 
or mtramlate] of the order of 0 30 to 0-35 % During the development of this latter 
method, it was found that the silver salt of histidine has an appreciable solubility (of 
the order of 0 001 %) in the aqueous media used in precipitation and washing and, 
if allowance is made for this solubility, final values of 0-40 to 0 45 % are obtained.'*' 

* Since this paper was first Hubmitted for publication, Dunn, Camien, Shankman & Rockland 
(1945) have found a histidine content of 0 34 % and Stokes, Gunness, Dwyer & Caswell (1945) 
a content of 0-41 %. Both these groups of workers used a micro- biological method. 
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(ii) Sertne and threonine The presence of relatively large amounts of serine in 
fibroin was not suspected until 1941 when Nicolet & Saidel (1941)1 following up 
some work on the oxidation of hydroxy-acids with periodic acid, utilised this 
reagent for the determination of serine and threonine in a silk fibroin hydrolysate 
They found 13 0 % of serine and 1 2fl % of threonine Subsequent determinations 
by fiergmann (1941), Martin & Synge (1941), and Gordon, Martin & Synge (1943), 
do not show satisfactory agreement In the present work, the method described 
by Nicolet was used for senne and threomno and, in addition, the total hydroxy- 
amino-N was determined by titration of the ammonia formed in the periodate 
oxidation of the hydrolysate The moan values obtained for serine and threonine 
were 12-60 and 1 51 %, respectively; these values correspond to a hyilroxyamino- 
acid-N of 10-13 % of the total N, and the found value of 11 1 % may indioato the 
presence of small amounts of some other hydroxy ammo-acid, c g /i-hydroxy- 
glutamic. 

(iii) Tyrosivp There is also some divergence in the literature regarding the 
content of tyrosine in fibroin (Meyer, Fuld & Klemm 1940) Application of the 
colorimetric method of Zuverkalov (1927) gave a mean value of 10 60 % 

(iv) Prohne Attempts to separate proline as the alcohol -soluble copper salt 
were unsuccessful The colonmetnc method of Guest (1939) gave rejiroducible 
results, and a mean value of 1-60 % for fibroin hydrolyzed by baryta was obtained 
Hydroxyproline was not found by this method 


B TMerminahon of mean residue weight of fibroin 

The mean residue weight (m b w ) of some proteins can be calculated with fair 
accuracy from available X-ray and density data With fibroin, however, no definite 
value has been assigned to the side-chain spacing as found by X-rays Kratky & 
Kunyama (1931) deduced a spacing of 4-5 to 6 1 A, and from this it follows that, fur 
a density of 1-4, the M R w is between 62 and 84 The method often adopted is 
that of calculating the value from the number of gram-residues of each amino- 
acid in 100 g of the protein, the accuracy being dependent on the availability and 
accuracy of the analytical data (cf Astbury 1934) Bergmann &. Niemann (1938) 
used this method, but their value of 84 for the m.r w is a miscalculation, the data 
used giving 70-1 The method of Chibnall (1942) is an improvement, the value 
being calculated from the N content after making allowances for the non-peptide-N 
ill the molecule Thus with fibroin (100 g ), the N content of which was found to be 
18-35 % in agreement with Colombo (1932), the non-peptide-N (due to arginme, 
lysine and histidine) is 0-395 g (see table 2), and hence the |)eptido-N is 18 350 — 
0 395=17 955 g. and the MBW is 1400/17 956=77 96 Yet another method of 
deter mimng the m B.vsr is by hydrolyzing a known weight of the protein and 
weighing the amino-acids obtaineil (Chibnall 1942) A typical analysis of fibroin 
by this method is given in table 1 A value of 80 was obtained as the mean of several 
determmations that varied from 70 to 84 No greater accuracy could be expected, 
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since the hydrolysis 3rields appreciable amounts of products other than amino 
acids and also any error in the total N is multiplied five times in the final result. 


Table 1 Determination of m.r w. of fibroin 


total N 
amino-N 
ammonia-N 
HCI 

HTDino-ucKl hydrochlonrloB 
ammn-ncidH (by diff ) 

M K w _ 0 700 

M H.w “ Fsfil* 


12H 4 TTig =0 700 g. or Obroin 
120*7 rnff 
3 4 niK 
0-2S26 R. 

1 130(1 r? 

0 H57 K 

wheiioe m R w = 80 2 


A new method for the determination of M R w. depends on analysis of the complex 
formed between fibroin and cupri-ethylenediamine (cf Takamatsu 1933) Fibroin 
dissolves readily in cupri-ethylenedianune (prepared by dissolving cupric hydroxide 
in aqueous ethylenediamine),* and the resulting solution yields on addition of 
alcohol a precipitate of the complex The question of complex formation between 
copper and proteins is of some importance Jesserer & Liebcn (1937) found that 
alkaline copper -protein solutions had a saturation value of Cu N ratio 1.6, but 
subsequently Kuntzel & Droscher (1940) obtained a ratio of 1 2 38 for gelatin 
and normal saturation ratios of 1 6 0 for casoinogen and 1.4 1 for ovalbumin, 
the latter gave unstable saturation systems with a ratio as low as 1 1 25 it was 
found that fibroin yielded a complex of a more constant composition than is 
indicated by these observations Ex|)eriments on the effect of concentration of 
En and Cu(OH)a on the solubility of libroin showed that (1) with a constant con- 
centration of Cu(OH) 2 of 0 10 g mol /I , an increase in concentration of En of from 
0 216 to 1'290 g mol /I produced a steady diminution in solubility of fibroin and 
(11) successive dippings of samples of fibroin (m the form of degummed silk cloth) 
in a solution containing 0 15 g mol of Cu(OH)2 I HO g mol of En per 1 

resulted in tlio removal of only 50 % of the En from the solution, whilst, if excess 
of f\i(OH)2 were present, En w'as completely removed from the solution It follows 
that the mechanism of the dissolution of fibroin in cupn-ethylenediamine may be 
represented by the equations' 

CuEn2(OH)2^CuEn(OH)a + En, 

F -h CuEn(OH)2i=^CuEnF(OH)2, 

where F is the combining equivalent of fibroin. For the determination of m R w., 
fibroin (2 g ) was dissolved in 6/8 CuEn (100 ml ); approximately 5 vol of methanol 
were added and the resulting viscous precipitate was separated by decantation 
and washed with methanol until the washings were colourless The residue was then 
dissolved m water and the solution made up to 100 ml. Aliquots were analyzed for 

• This reagent will be referred to as x/y CiiEn, where x and 3 / are the number of grams of 
C'ii(OH), and ethylenediainino, respectively, in 100 mi of tlio solution. 
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total N, Cu (wet digestion and iodometric titration), amino-N (Van Slyko), and 
fibroin-N (acidification and precipitation of fibroin by acetone) The mean molecular 
ratio of Cu En fibroin-N obtained (9 determinations) was 1 0 98 1 92 The inter- 
pretation of the Cu fibrom-N ratio of 1 1 92 necessitates some consideration The 
alkalimty of the CuEn reagent should result in combination of the CuEn with the 
tyrosine hydroxyl groups, and this supposition was supported by tlie following 
experiments 

(i) Carvacrol (2 ml ) was mixed with 12 / 1(1 CuEn (10 ml ) at room temperature 
The mixture formed an almost solid crystalline mass with evolution of heat After 
coohng at 6 ° C, it was pressed out on a porous plate and washed on the plate with 
minimum amounts of methanol followed by anhydrous ether The product was 
cupri-eihylenediamtne dicarvacrol, no doRnite melting-point, readily decomposing 
on heating (N 12 85 %, Cu 11-46 %, calc for CuEug [ O CflHa(Me) (CHMe 2 )la, 
N 13 2 %, Cu 11 55 %). 

(ii) Tyrosine ethyl ester hydrochloride, m p. 104 to 105^C (uncorr ) (N 6 85 %, 
calc 6-70 %), prepared by the method of Fischer (1901), was ground up in a moitar 
with acetic anhydride (1 20 mol ) for 10 min Water was added and, after mixing, 
the mixture was filtered The solid residue was crystalh%cd twice from ethanol to 
give ^-acetyltyrosine ethyl ester, m p 77 5 to 78 6 ° C (uncorr ) (N 5 53 calc for 
HO C 0 H 4 CHa CH(NHAc) CO^Et, 6 58 %) The compound was soluble in dilute 
NaOH but insoluble in dilute Na 2 C 03 , indicating the phenolic hydroxyl group to 
be free Attempts to prepare the CuEn^ derivative failed, but the solubility of the 
ester (1 ml of 6 /H CuEn dissolved 0 47 g ) indicated the formation of cupri- 
ethylenediamme di-(2V-acetyltyrosine ethyl ester) (theoretically 0 484 g ). 

Hence in the relation that 1 g -atom of (^u combines with 1 92 x 5 45 x 14= 147 g 
of fibroin, allowance must be made for the number of g -atoms of (^u combined 
with the tyrosine in 147 g of fibroin, viz 10 6/362 x 147/100 = 0-043 This means 
that 0-957 g -atoms of Cu combine (via the peptide-N) with 147 g of fibroin, and 
the M R w is therefore 147/2 x 0 957 = 76 8 . It will also be observed from the data 
for distribution of N in fibroin (table 2 ) that for 100 g of fibroin there are 1 3107- 
1 2820 g equiv. of peptidc-N and 1 2820 H-O 0580= I 3406 g equiv. of peptide-N -h 
tyrosine hydroxyls, providing it is assumed that the unknown aramo-acids contain 
no reactive N apart from a single amino-N. It follows that each g -atom of Cu 
combines with 1 92 x I 3406/1 3107 = 1 064 g equiv of peptide-N, and this justifies 
a picture of copper atoms each being linked to two atoms of peptidc-N along 
practically the whole length of the protein chain. 

From the results of the above three methods, a m r w of 78 may he suggested as 
a fairly accurate value for fibroin The availability of this value inakes it possible 
to construct a table (table 2 ) of the ammo-acid distribution in fibroin that is more 
complete than that given by Bergmann & Niemann ( 1938 ) and somewhat more 
accurate than that given by Synge (1943), the table is based on the amino-acid 
figures given above and on the most recently determined figures for the other 
principal amino-acids, viz glycine and leucine (Moore & Stein 1943)1 alanine 
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(Gordon ei al. 1943), valine and arginine (McMahan A Snell 1944). The histidine 
content of fibroin has been taken as 0 47 % so as to be compatible with the mole- 
cular weight of fibroin (described later in this paper) , similarly, the value of 0-25 % 
for lysine given by Vickery & Block (1931) has been changed to 0 44 % No 
allowance has been made for amido-N, for the experimental work (described below) 
mdicated that the content of amide-N m fibroin is either nil or negligible It will 
be seen from table 2 that 20 % of the protein is still unidentified. From the M B w 
of 78‘0, the number of gequiv. of anhydro-residue in 100 g of fibroin is 1-2820; 
hence the corresponding number unidentified is 0-1926 There being 20 56 g of 
unidentified anhydro-residues, it follows that the mbw of this fraction is 107, 
1 e the mean molecular weight is 125. The presence of phenylalanine and aspartic 
and glutamic acids has been reported by Fischer and others and the mean mole- 
cular weight of 125 for the missing amino-acida is probably due to those acids, and, 
possibly, to one or more of the three isomeric leucines (mol. wt 131). 


Table 2 Amino-acid composition of silk fibroin 


(1) 

(2) 

(3) 

(4) 

(5) 

(0) 



g 

g equiv 




g of 

nnhyclro- 

of anhydro- 




ammo-acKl 

residiie in 

residue ui 

g. -atoms of 

frequencies 


from 100 g. 

100 g of 

100 g. of 

N m 100 g. 

of the 

nimno-nrul 

of fibroin 

fibroin 

fibroin 

of fibroin 

residues 

glycine 

42 3 

32 15 

0 5640 

0 5640 

2*27 

alanino 

24 6 

19 55 

0 2753 

0 2753 

4 66 

serine 

12 0 

10 44 

0-1200 

0 1200 

10 68 

t^TOHlTlO 

10 0 

9 55 

0-05S6 

0 0686 

21 88 

valine 

3 2 

2 78 

0 0274 

0 0274 

40 80 

proline 

1 

1 27 

0*0130 

0 0130 

98 61 

tlireiiiiine 

1-5 

1 27 

0 0126 

0 0126 

101 70 

leiii'irie 

0 8 

0 69 

0 0061 

0 0061 

210'0 

argiiiHio 

1 05 

0 94 

0 0064 

0 0256 

200 3 

lysine 

0 44 

0 39 

0 0030 

0 0060 

427 0 

histidine 

0 47 

0 41 

0 0030 

00090 

427 0 


total 

79 44 

1 0894 

1-1176 



unidentified 

20 56 

0 1926 

0 1931 




uhToo 

ryH2o 

1 3107 



C. Amtde-mtrogen conitni of fibroin 

The production of ammonia by hydrolysis of proteins with acids is usually 
ascribed to the presence of amide-N linkages in the molecule The first serious 
consideration of this type of nitrogen was due to Osborne, Leavenworth &; Braut- 
lecht (1908), who pointed out that the ammoma would be quantitatively accounted 
for if it were assumed to arise from hydrolysis of amide groupings formed from 
carboxyl groups of the dicarboxylic acid residues More direct evidence for the 
presence of amide groups was provided by Damodaran (1932) and by Damodaran, 
Jaaback & Chibnall (1932) who isolated asparagine from enzymic hydrolysates 
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of edestin and gliadm Methods at present in use for tho determination of amide -N 
are mainly based on the controlled hydrolysis of tho protein by mineral acids and, 
owing to the importance that has recently been attached to the significance of 
amide groups in protein structure, it is desirable to examme these methods 
somewhat critically. 

A prehminary indication of the amido-N of fibroin is afforded by an examination 
of its hydrolysis by O'lN-NaOH, a reagent that may be assumed to decompose 
amide groups with liberation of the equivalent amount of ammonia. Using an 
ordinary Kjeldahl distillation apparatus, 1 0 g. of dry hbroiti was boiled with 
200 ml of O'lx-NaOH and the evolved ammonia absorbed in 25 ml of 2 % bone 
acid. The receiver was changed at intervals, tho contents being made up to 250 ml 



FimjaE 1 . Kate of formation of amrnoniii from fibroin ( L g ) and 
boiling 0 I N-NaOH (200 ml.) 

and aliquots titrated with 0 01 n-HCI It was necessary to run water into the dis- 
tilling flask at the same rate as the distillation proceeded, in order to maintain the 
alkali at the same concentration The rate of liberation of ammoma is shown by the 
curve in figure I This curve shows that a maximum of 9 % of the total nitrogen is 
obtained as ammonia, a value which corresponds closely to tho senne content of 
fibroin In this connexion, Nicolet & Shinn (1941) refluxed silk fibroin with 
0 lif-NaOH for 2 hr and found the serine -h threonine content to decrease by 
0 666 m cquiv /g , corresponding to an ammonia loss of 0 778 g of nitrogen per 
100 g of fibroin, a value that falls on tho curve in figure 1. These results, together 
with the absence of an inAoxiori in the curve of figure I , suggest that there is no 
araide-N in fibroin, for it is very unlikely that any true amide-N in the molecule 
would resist the hydrolysis for 2 hr According to Chibnall (1942), however, the 
amide groups may bo linked to other carboxyl groups to give linkages of the type 
— (CHgla — CO — NH — CO — CHil — , but Bergcll & Feigl (1908) have found that 
diglycinimide, NUg— CHg — CO — ^NH — ^CO — CHa— NH^, is readily hydrolyzed by 




152 


D. Coleman and F. O. Howitt 


alkali to the dcid NH(CHgCOOH)2, whilst we have found that phthahmide is 
hydrolyzed to phthalic acid on boiling with O lN-NaOH (50 mg of phthahmide in 
200 ml of the alkali is decomposed to the extent of 24 % in 2 hr ) These observa- 
tions indicate that fibroin is essentially free from amide groups 

The amount of ammoma-N formed on digesting fibroin with acids depends, as 
with most proteins, on the conditions employed Hydrolysis by boiling 8 n- 
Bulphunc acid for 16 to 20 hr gives 2 to 3 % of the total nitrogen as ammonia-N 
Chibnall (1942) records a value of 2*2 %, but docs not state the method employed. 
Gordon el al. (1941) recommend hydrolysis by 8N-hydrochloric acid at 37 ” O, and, 
in our handd, this method has given values of 0 92 % (of the total N) after 4 days 
increasing steadily to I 33 % after 20 days of hydrolysis This ammonia-N does 
not represent amide-N of the fibroin molecule It appears advisable to postpone 
unqualified acceptance of the published data for the amide-N of proteins until a 
more rebable method of determination has been established 

D Preparation and properties of dispersed ami water-sohihle forms of fibroin 

In order to determine the extent of chemical degradation m degummed silk 
threads, a fluidity test along sitnilar lines to that of Clibbens et al (1928, 1936) for 
cellulose was devised by Garrett & Howitt (1941) During the development of this 
teat, it became apparent that the fibroin could be converted into a water-soluble 
form For the test, the degummed silk is dissolved in 6/8 CuEn to give a solution 
10 % (w/v) m fibroin and, after exacHy 3 min from the commencement of dis- 
solution, the solution is neutralized with an equal volume of 1 25 N-acetic acid, the 
resulting solution (pH approx 8) being that used for viacometnc examination 
Dialysis of the neutralized solution results in removal of cupn-ethylenediarnine 
diacetato and, if the final stages of dialysis are earned out in the presence of KCN, 
a slightly opalescent, copper-fiee prot^^in solution is produced If the dialysis is 
continued for about 2 weeks, part of the fibroin precipitates 111 the form of micro- 
scopic fibrils about 10// in length (figure 10, plate 5) Usually, however, when the 
dialysis is not unduly prolonged, the solution remains fairly clear for about 14 days 
and then suddenly sets to a gel One outstanding proiieriy of the water-soluble 
fibroin IS its high surface activity Vigorous stirrmg removes the whole of the pro- 
tein from solution in an hour or less When poured from one vessel to another, tlie 
solution leaves solid fibroin m the form of fibres on the sides of the vessels There is 
invariably a solid film on the surface of the liquid, which on removal to a micro- 
scope slide has the apjiearance shown in figure 11 , plate 5 

The protein material in aqueous solution could be completely precipitated by 
the usual protein-precipitating reagents, e g trichloroacetic acid, alcohol, acetone, 
the material thus precipitated bemg completely insoluble in water It was first 
established that all of the fibroin (determined as nitrogen) could be recovered m 
the water-soluble form, excepting for 2 to 3 % that wew obviously due to small 
amounts of material that became insoluble and adhered to the inside of the dialysis 
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shell. In no instance could protein- or peptide-N be detected in concentrates of 
the liquid from outside of the dialysis shell. It was then necessary to be sure that 
no or little degradation of the protein molecule occurs during the solubilization 
process The degree of degradation was followed by means of the change in 
(i) fluidity, (ii) amino-N, and (iii) titration data 

(i) Fluidity Dogummed silk (6 g.) was dissolved in 100 ml of 6/8 solvent, the 
solution was neutralized after 3 mm and, after determination of fluidity, the protein 
was precipitated by pouring the solution, with stirring, into six times its volume of 
acetone The pow'der thus produced was washed scveial tunes with acetone fol- 
lowx'd by ether and finally dried in a vacuum desiccator This dissolution aiul 
repreoipitation was twice repeatt‘d The increases in fluidity (in reciprocal poises), 
VIZ. 5 6->7 4->8 6->0 5, corresponded to molecular weights (interpolated from 
osmotic pressure — fluidity data, to which reference is made later) of 32,800, 
32,100, 31,200 and 30,700 respectively 

(ii) Amtno-N Aqueous suspensions of each of the powder prejiarations described 
under (i) were introduced into the reaction chamber of the Van Wlyke micro- 
apparatus and dearninatcd jn the usual way The preparations did not show any 
significant difference m amino-N content, the mean value of which was 0 15 % 
(range 0 13 loO 17 %) for the dry materials 

(ill) THmtion daUi (a) Silk fibre Sample.? (2 0 g ) of degummed silk (lendered 
ash-free by soaking in 0 02N-acetic acid for 24 hr and subsequent washing with 
distilled water) containing 8 9 % of moisture, were allowed to reach equilibrium 
at 20"" C with 100 ml of H(3 or NaOH of various concentrations After 48 hr the 
amounts of acid or alkali left in the solutions were determined by meaiLs of the 
glass electiode for pH values between 2 and 12, and by titration for values outside 
this range. The amount taken up by the silk was then found by difference {b) Fi- 
broin 'powder Fibroin powder was prepared as described under (i), except that 
the pow’diT after precipitation was washed with dilute HCl in order to lemovc 
traces of residual copper (shown by testing with Na diethyldithiocarbamatc') and 
then exhaustively washed with distilled water. Titration data woio obtained by 
the same procedure as employed for the flhrous material. 

The results, shown graphically in flguro 2, indicate that the acid- and alkali- 
combining power of fibroin powder is slightly less than that of the initial fibrous 
material, it may be taken that the degradation occurring during regeneration is 
negligible The data show that the maximum amount of HCl bound is about 15 ml 
of N-solution per 100 g of fibroin. This figure appears rea-sonablis since the free 
amino-N, 0 15 %, is equivalent to li 0 ml of N-acid and the basic non-amino-N 
would somewhat increase this figure The results are in agreement with those of 
Hams (1941), the higher value given by the earlier work of Lloyd & Bidder ( 1935) 
was probably due to extraneous matter present in the fibroin used. According to 
the work of Cohn and his associates (1934, 1938) on zein, ovalbumin, globin, and 
other proteins, the lack of combination with acid or alkali between pH 3 3 and 8 0 
IS due to the almost complete absence of free carboxyl groups, and the flatness of 
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the curve between pH 7 and 9 to the small number of glyoxaline groups. Above 
pH 8, Qombination with alkali la attributed to the tyrosine groups, this confirms 
the results of Hams (1941) From the tyrosine content of fibroin (10 6 %), a 
maximum combination of 59 0 ml. of n-NbOH is to be expected The curve shows 
that this degree of combination is apparently reached at about pH 12 9 , if the 
curve had been taken above pH 13 , an inflexion might have been expected to occur 
between tyrosine combination and combination due to — CO — NH — linkages 
The lack of acidic and basic groups in fibroin obviously precludes a well-defined 
isoelectric point 



An interesting feature of the solutions of fibroin prepared as described above was 
their behaviour on acidification. For the solutions prepared with a period of 3 mm 
between dissolution in 6/8 solvent and neutralization, about two -thirds of the 
protein material was precipitated as a mucilaginous mass on adjustment of the 
reaction to below pH 5 This precipitation resulted in a clarification of the solution, 
the residual protein solution being water-clear It appeared, therefore, that there 
existed in the initial solution two fractions, one of protein material in a dispersed 
state and the other of pi oteui material m a water-soluble form When the solution 
of fibroin in 6/H Cu£n is left for various times before the neutralization and sub- 
sequent dialysis procedure, the proportion of protein not precipitated by acidifica- 
tion to pH a increases during the first 10 min and then remains constant This 
effect of the time factor is shown in table 3 , for which 6 0 g. of air-dned fibroin was 
dissolved in 50 ml. of 6/8 solvent and the solution left for various times before 
neutralization The highest proportion of water-soluble (as distinct from dispersed) 
protein produced under the conditions used appeared to bo about 50 % and it was 
of immediate interest to ascertain whether or not this yield could be increased. 
The fibroin is pnmarily maintained in solution by the C'uKn reagent and, as is 
shown below, molecular weight determinations indicate that complete molecular 
dispersion occurs within 3 min. under these conditions, 1 e the reactants of the 
system are available probably immediately after dissolution of the fibroin. The 
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data given in table 3 point to the eBtabliahment of a half-way equilibrium between 
dispersed and water-soluble forms of fibroin (as CuEn complexes) and this equili- 
brium should be shifted by a change in the concentration of CuEn reagent This 
actually occurred, for when fibroin (6 0 g ) was kept for 10 min in a 12/lb solvent 
(60 ml ) before neutralization, the resulting protein solution gave no precipitate 
when acidified to pU 3 

Table 3 Effect on sonjuniiTY of variation in time between dissolution 

AND NEUTRALIZATION FOR 5 G OF FIBROIN IN 50 ML. OF 0/8 SOLVENT 


time botuoon 
dissolution and 
neulrah/ation 

fliadity 

(refiprtM'iil 

% soluble 

(mm ) 

pomes) 

at pll 3 

1 

2 5 

16 0 

3 

3 0 

33 U 

4 

3 2 

37 3 

10 

62 

49 6 

15 

64 

61 0 

30 

7-6 

63 0 

eo 

0 2 

61-0 


The water-soluble protein in 2 to 3 % concentration is precipitated completely 
by (i) an equal volume of alcohol or acetone, (ii) the addition of 2 % of trichloro- 
acetic acid, or (iii) saturation with inorganic salts, e g NaCl, (NH4)2S04, MgS04, 
MaPOa Hoiltever precipitated from its aqueous solution, the protein becomes 
insoluble in water Since most proteins that arc precipitated by acetone at tem- 
peratures below 5'" C will dissolve again in water, precipitation of the water- 
soluble fibroin was carried out at —60*^ 0, the precipitate was again completely 
insoluble in water Examination of solutions of 50 % of dispersed and 50 % of 
water-soluble (‘50/50 mixture’) or of 100% water-soluble protein gave the 
following results 

(а) Stabihiy Neutral solutions I to 3 % m total protein and containing approxi- 
mately equal jiarts of dispersed and water-soluble forms of fibroin (50/50 mixture) 
are stable at room temperatures for about 14 days after preparation and then sc't 
to a solid gel of insoluble protein The water-soluble form of fibroin in I to 2 
solution at room temperature is less stable than is the 50/50 mixture and gels 
within about 4 days of preparation, or less if the solution is maintained at an acid 
reaction A remarkable property of the water-soluble pr<;paration is that lieating 
to 100° C for 10 min does not result in any coagulation of the protein or in the 
formation of an opalescence m the liquid. The 50/50 mixture also shows no early 
sign of coagulation on heating to 100° C 

(б) Molecular weight * The insolubility of fibroin in the usual protein soheiits 
liBB so far prevented the direct determination of its molecular weight Two values 
are reported in the literature, viz 300 by Herzog (1928) and 217,700 by Bergmann 

• Ttie toTirx 'molecLiliir weight' implies mean molecular weight and is usotl ui this sonso 
throughout tlio pn^ier 
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& Niemann (1938), the former value was obtained from data for depression of the 
melting-point of resorcinol by fibroin (which is considerably degraded by the dis- 
solution) and the latter by a calculation based on a histidine content of 0-07 % 
determined by Vickery ft; Block (1931). The present preparations of fibroin are 
well adapted to osmotic-pressure measurements since there is no combination with 
and or alkali ^Solutions at pH 7 and free from electrolytes were examined by the 
static method of Burk &, Greenberg (1930), the apparatus being immersed in a 
thermostat at 20^^ C and the manometnc level observed at intervals by a catheto- 
meter. Equilibrium was reached in 5 to 6 days A check on the method was provided 
hy an examination of edestin hy<lrochlonde (freshly prepared from hemp seed) m 
water The osmotic pressure, recorded in centimetres of water, for the edestin 
solution (pH H 03) agreed with that derived by extrapolation from the curve given 
by Burk & Greenberg (1930) for the osmotic pressure of edestin in OM-urea solution 
at various values of pH The osmotic pressures of preparations of the 60/50 mixture 
(0 5 to 3 0 % in total protein) were found to be independent of tyjio of membrane 
(cellophane or parchment) and of the direction of approach to the ecjuilibrium 
hydrostatic pressure (Adair 1925, Roche, Roche, Adair & Adair 1932). The results 
(figure 3) show that for concentrations below 1 5 % a linear relationship is followed 
(the deviation for concentrations of 1 5 to 3*0 % is slight) and hence for such solutions 
the Van’t Hoff relationship, m w. = RTcjp, is applicable These results were obtained 
on fibroin that had boon dissolved in the 6/8 solvent for 10 luin before neutralizing 
and it IB possible that a small amount of degradation of the proteinihad occurred 
Accordingly, measurements were also made on fibroin that had been dissolved for 
3 and 5 min , respectively, the neutralized solutions had fiuulities of 5 0 and 7-5 
reciprocal poises As is seen from figure 4 (points indicated by arrows), the mole- 
cular weights determined on tlicse two solutions are slightly and progressively 
higlier than is that obtaining for the 50/50 mixture (10 min dissolution) The 
question of immediate interest is the comparison of the molecular weights of the 
dispersed and soluble protein. After separating the dispersed fibroin from a 50/50 
mixture by precipitation with dilute acid measurements were earned out on solu- 
tions of the soluble product alone A value of 33,000 was obtained and this is not 
significantly different from that for the disjK^rsed protein, a 50/50 mixture giving the 
same value +1000 (figures 3, 4) The complete range of molecular weights 
(33,000^7,000) and fluidities (5 0->44 0) were determined for fibroin and its 
degradation products (alkali hydrolysis) by the usual 10 min dissolution procedure 
and are shown in figure 4. The relationship between molecular weight and fluidity 
IS linear, as is also the amino-N-fluidity relation (figure 5) over the first half of the 
fluidity range and for both acid- and alkali-hydrolyzed fibroin Above fluidity 44, 
silk has lost its fibrous properties, i e it disintegrates to a powder, at this point the 
molecular weight is about 7,000. This is in agreement with the work of Carothers 
(1940) who showed that when a polymenc senes is ascended, fibrous characteristics 
first appear when the average chain-length corresponds to a molecular weight of 
about 10,000 
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fm of water 

FiGXmic 3 Relation between OHinotu- proHsiire (in cm of water) ami 
conceriLratioii of Holutions of 51) %-rBiiftturoil fibroin 
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Fxoitrk 4 Jinlation Instwec’in fluidity (in reciprocid pomoH) luid inoleculiir 
of fibroin and dofi^radiifion prraliicts formed by alkaline hydrolyHin 



FiuUltE 5 Relation between fluidity (in reciprocal pniHes) and aiiiinn-N^ content of 
iibraui and degradation products formed by alkaline ( 0) and acid hydrolysis. 
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(c) Titration curves' ultra-violet absorption spectra: tyrosine -hydroxyl groups, 
A 60/50-inixture preparation of fibroin was titrated with 0 iN-NaOH by means 
of the glass electrode The solution could not be titrated on the acid side since the 
dispersed protein separated out at pH 4 to 5. For the titration of the soluble fibroin, 
the mixture was first acidified and the precipitate removed in the centrifuge. The 
solution was then adjusted to pH 7 and one aliquot was titrated with 0 lN-Na()H 
and another with 0 iN-HCl All the titrations were performed four times and the 
data from one of these experiments arc shown in figure 6 Comparison of the two 
curves is possible only above pH 5 for which it is seen that the dispersed fibroin 
combines with more alkali over the range pH 7 to 1 1-5 than does the soluble Above 
pH 115, the uptake of alkali is about the same The explanation of this divergence 
appears at first sight to be related to the observations of Crammer & Neuberger 
(i943)j who determined the ultra-violet absorption spectra of tyrosine and tyrosine- 
containing proteins These workers found that native ovalbumin contained none 
or few lonizable phenolic groups and they postulated that in the native protein the 
phenolic groups are bound m a linkage, possibly a hydrogen bond On denaturation, 
this bond is broken and the phenolic groups ionize to a greater extent We have 
found, however, that this difference in ionization does not obtain between dis- 
persed and soluble fibroin Solutions of soluble fibroin and of 50/50 mixture, both 
0 1 % in total protein, were examined for ultra-violet absorption by means of a 
sector spectrophotumeter with a liydrogen discharge tube as source of ultra-violet 
light. The curves obtained for molecular extinction coefficient against wave-length 
with the solutions at pH 110 and 12-0 (by glass electrode) are shown in figure 7, 
from which it is seen that there is no significant difference in ultra-violet absorption 
between the two forms of fibroin over the range of 200 to 310m// That this absence 
of change in the availability of tyrosine is not incompatible with the titration data 
is evident from the following considerations The number of phenolic groups 
ionized per molecule of fibroin at pH 1 1 or 12 can be calculated from the absorption 
curves for tyrosine given by Crammer & Neuberger, At pH 11, the molecular 
extinction coefficient e x 10”* is 3-60 at A= 295m/«, at which wave-length the value 
€ X 10' ^ for tyrosine at pH 1 1 is 0 23 Hence the number of phenolic groups ionized 
per molecule is 3 60/0 23=15 0 The corresponding value for A = 300m/i is 
2 90/0'197 = 14 7 Since there are about 20 tyrosine residues per molecule, it 
follows that about 75 % of the phenolic groups are ionized at pH 1 1 The titration 
data, however, indicate that at pH 11 soluble fibroin combines with 60 ml of 
N-NaOH per 100 g. and dispersed fibroin with 86 ml Since the whole of the 
tyrosine if present in titratable form would combine with 69 ml. of N-NaOH, it 
follows that at pH 11 about 15 ml of N-NaOH are combined with other acidic 
groups in the soluble protein and about 40 ml m the dispersed protein Thus there 
appears to be a difference in the baso-combining power of the two forms of fibroin 
that is duo to differences in availability of some group or groups other than 
phenolic, the nature of which is at present not clear The equal availability of 
tyrosine phenolic groups m the two forms was confirmed by an examination of 
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solution of Folin & Malmros (1929) and comparing the blue colour with that given 
by a standard prepared by adding 1-0 ml. of 0-1 % potassium feirocyanide to 5 ml 
of feme iron solution and 0 7 ml of water The curve of ferrocyanide produced 
against time showed two flat portions The tyrosine was oxidized rapidly during the 
first 20 min and thereafter the amount of ferrocyanide produced remained constant 
(at 4 mg ) for 2 hr , corresponding to 2 atoms of oxygen per molecule of tyrosine. 
The second flat portion occurred after 24 hr. at 0*0 mg of ferrocyanide. 
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Whilst intact silk filaments had no action on the potassium fomcyanide solution, 
both the soluble and the 60 %-difiper8ed fibroin showed a marked reducing action 
The extent of reduction was the same for both types of protein and was about 
twice as great as obtained for the equivalent amount of tyrosine under the same 
conditions. Thus with a reaction time of 1 hr , the tyrosine in the fibroin molecule 
apparently utilized about 4 atoms of oxygen per residue There is a possibility that 
some amino-acid residue other than tyrosine is responsible for the extra reducing 
action, but it was found that serine, phenylalanine, leucylglycylglycine, proline, 
and hydroxyproline did not reduce ferncyanide under the above conditions 

(ri) Opiicdl rotation Preparations of the soluble fibroin and of the 60/50 mixture 
were examined in a polanmeter in a 20 cm tube, jacketed with water at 15° C, 
a soebum vapour lamp being the source of light The results are given in table 4. 


Table 4 OmcAL rotation ok ‘50/50 mixture’ and of 

COMPLETELY WATER-SOLUBLE PREPARATIONS OF FIBROIN 


Holution 


60/50 luixtiiro 


Boliiblo fibroin 


1 

'prep 

A 

pH 

7 0 

roTirn of 
fibroin 

/o 

3 00 

rotatirm 

-3 3!)^ 

[a]i? 

-66 4" 

prop 

H 

7 0 

3 03 

- 3 36" 

-65 3" 

prep 

V 

7 0 

1 61 

- 1 70" 

-56 1" 

prop 

D 

7 0 

2 05 

-3 3r 

- 56 2 ^ 

prep 

K 

7 0 

3 24 

- 3 63" 

- 56 0" 

prop 

F 

7 0 

2 06 

-2 3r 

-.56 r 

’prop 

CS 

7 0 

1 7H 

- 1 00" 

-63 4" 

prop 

H 

7 0 

1 14 

- 1 20" 

- 62 H" 

prop 

1 

7 0 

1 OH 

- 1-9H" 

- 53 .5" 

prep 

.1 

5 0, 6 1. 7 0. 

1 20 

-1 27" 

-53 0^ 

prep. 

K 

0 2, 10 0. Il l 

7 0 

1 06 

-1 11" 

- 53 2" 

afler hecitin^t to 100" for 10 inin 

-1 12" 

- 53 3 ' 


No determinations were made below pH 5 0, owing to the development of an 
opacity in the solution at low pH values The fact that the rotation of solutions of 
soluble fibroin remains unchanged after the solution has been heated to 100° C 
and then cooled emphasizes its remarkable stability to heat. There is no sign of 
coagulation, the solution remaining quite clear 

(c) Primary effect of irtfpiic hydrolysis The work of Lm, Wu & Chen (1928) on 
ovalbumin and of Linderstrom-Lang (1939) on lactoglobulin indicated that the 
enzymic digestion of proteins proceeds more rapidly with the denatured than with 
the native form. This was confirmed by Bemheim, Neurath & Erickson (1942) with 
horse serum-albumin and -globulin In the present work on fibroin, the tryptic 
digestion of a 50/60 mixture was compared with that of a solution of soluble 
fibroin of the same concentration of total protein With systems of 100 ml of a 1 % 
solution of protein m m/ 30 -phosphate buffer at pH 7-8 and containing 25 mg of 
trypsin (B P ), no significant diflFerence in the rate of hydrolysis at 37° C (measured 
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by liberation of ammo-N) waa observed between the two forma of 'protein. After 
digestion for a few minutes, however, both aolutiona deposited a white, amorphous 
material and this deposition contmued at a rate that was greater with the 100 %- 
soluble than with the 50/60 mixture The precipitated material (production of 
which ceased after digestion for about 2 hr.) was insoluble in dilute acids and 
alkalis and had a remarkably low content of tyrosine It could be made water- 
soluble by the CuEn regeneration method but the product was invariably far less 
stable than were regenerated preparations of fibroin Some of the preparations 
of the regenerated precipitate were suflioiently stable to permit examination of 
their molecular complexity by fluidity determmations, but m order to measure 
their osmotic pressure it was necessary to add to the precipitated material a defimto 
amount of fibroin of known molecular weight before regeneration and, further, to 
make the dialysed solution 6m in urea m order to give a solution of adequate 
stability The material deposited at the end of the 2 hr. digestion period had a 
molecular weight of the order of 2000 to 3000 , whilst that deposited during the first 
10 min. gave a value of 8000 to 10,000 Preparations of the latter type, which had 
been freed from trypsin by washmg in 0 1 n-HC 1 at 0° C before examination for 
molecular weight, etc , contained I % or less of tyrosine and no proline 

(/) Viacosiiy Aqueous solutions of the 60/60 mixture and of soluble fibroin 
were prepared by the usual methods and the concentrations of the solutions were 
adjusted so that both t3rpeB were O ' 76 % in total protein. The viscosity of these 
solutions was measured in a viscometer similar to that used by Garrett & Howitt 
(1941) excepting that the capillary diameter was approximately one-quarter of 
that of the viscometer described. The viscosities obtained were 1 40 and 1 75 
centipoises for the solutions of soluble fibroin and 60/50 mixture, respectively 
(^) Filma and filaments As stated above, it was not found possible to precipitate 
the soluble fibroin in a water-soluble form by the use of protein precipitants 
However, a thin layer of the aqueous solution on a mercury surface in a vacuum 
desiccator over phosphorus pentoxide yielded a transparent film of fibroin that was 
soluble in water. When slightly moistened, the film was fragile but could be stretched 
to about three times its ongmal length. This stretching resulted m a large increase 
in tensile strength and resistance to tear, the stretched film being completely 
insoluble in water, and strongly birefringent when examined through crossed 
Nicole Both stretched and unstretched films gave an X-ray picture identical with 
that of fibroin powder and corresponding to the spacmg shown by degummed silk 
fibres, i.e. the jff-keratin pattern of Astbury (it was established that the process of 
examining the unstretched, water-soluble film by X-rays did not produce in- 
solubilization of the film) In order to obtain water-soluble films, it is necessary 
to centrifuge the solution before use and to carry out the vacuum drying as rapidly 
as possible; failure to comply with these conditions results in the production of 
slightly opaque films, which are not, or only slightly, soluble in water, do not readily 
stretch and, when stretched, do not show birefringence or any apparent increase 
in tensile strength. 
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Concentrated (about 10 %) solutions of fibroin could be prepared by partial 
drying in a vacuum and from such solutions fine fibrils could be drawn that showed 
a tensile strength approximately one-third to one-half of that of natural silk 
filaments. X-ray examination of these fibnis indicated that the low tensile strength 
was duo to lack of molecular orientation 

(h) Crystallizability. Some eighty or more attempts were made to crystallize 
fibromogen but, despite numerous variations in experimental techmque, no un- 
qualified success was achieved The nearest approach to a crystallme product, 
obtamed by slow separation from a glycerophosphate buffer at pH 6 in presence 
of zmc ions, is shown in figure 12, plate 5; this product was only partly water- 
soluble. 

3 Disoussiok 

A Reasons for believing the water-aolvble preparation to be renatured fibroin 

During the past decade, much attention has been directed to the conversion of 
globular proteins of ready solubility in water or dilute solutions of electrolytes 
into fibrous proteins that are characterized by their relative insolubihty. Such a 
conversion has been achieved with certam proteins (e g. ovalbumin, casein, peanut 
globulm) in which the formation of a fibre is entirely divorced from the natural 
function of the proteins. There are, however, many reasons for considering that it 
would be more fruitful, at least from a strictly academic viewpomt, to consider 
instances where the conversion of a water-soluble into a fibrous protein represents 
the fundamental role of the protem. Such a protein is fibroin, which occurs in a 
water-soluble form in the silk gland and, during the process of extrusion through 
the spinneret, is converted into an insoluble fibrous form in order to construct the 
habitat for the next metamorphous stage of the silkworm Although the possi- 
bility of an enzymic mechanism for this conversion has not been disproved (see 
Gilson 1904), most workers have concluded that the iiisolubilization is due to the 
mechanical stresses set up on extruding a viscous mass through a fine orifice (see, 
for example, Fok 1912). The truth of the latter explanation would imply that the 
insolubilization of the silk-gland protein is a relatively simple process in which 
linkings such as those of primary valency are not involved : the possibility of its 
reversal in the laboratory is therefore not to be excluded. Treatment of the in- 
soluble fibrom with cupri-ethylenediaimne reagent converts the protem partly or 
wholly mto a water-soluble form ; with relatively low conoentrations of the reagent, 
part of the fibroin is produced in a dispersed state that is readily coagulated by 
acidification The data obtained indicate that the reaction by which the CuEn- 
fibroin complex changes to the CuEn complex of the soluble form follows the normal 
chemical laws. Regeneration of the cupri-etbylenediamino complex by neutraliza- 
tion yields unchanged fibroin m a dispersed state and changed fibroin m a water- 
soluble form. The mam pomt of interest is the nature of this conversion. It has 
been established to a reasonable extent that the conversion is attended by no 
significant change in amino-N content or titration data and that no liberation of 
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diffusible amino-acids or peptides occurs The change in molecular weight is very 
small and, from the aspect of long-chain molecules of a more or less repetitive 
pattern, the difference between the dispersed and water-soluble forms is negligible. 
It appears, therefore, that wo are concerned with a rearrangement of the intact 
molecule, which, acconling to the equal accessibility of tyrosine-hydroxyl groups 
in dispersed and water-soluble forms, must be of a relatively simple nature. The 
values of th^ viscosity of the 60/60 mixture and of the water-soluble form indicate 
that solubilization is attended by a diminution in the degree of dyssymmetry of the 
molecule and the picture that can be tentatively drawn is one of a folding of a mole- 
cule that is accepted to be in the form of a long extended chain. Such a conclusion 
leads to the following interpretation of the general mechanism of the reactions 
attending dissolution of the fibrous protein in cupri-ethylenediamine reagent 
The natural silk filament consists of extended polypeptide chains in high degree 
of alinement along the axis of the fibre, the nature of the cliain being such that 
intermolecular bmdmg, an important factor m fibre strength, is mainly due to 
hydrogen bonds between adjacent CO and NH groups of the peptide linkings 
On treatment with cupri-othylenediamme, these bonds are broken by complex 
formation between CuEn and .NH groups. Subsequent neutralization with acetic 
acid as soon as possible after dissolution results in tho decomposition of the 
complex and hence in the liberation of the long-chain molecules os individual 
units. These units (which form the dispersed stage) are relatively unstable and 
readily aggregated by, for example, dilute acids. If, however, the complex is not 
neutralized until some minutes after formation, it is structurally modified to a 
folded, water-soluble form to an extent dependent on time and concentration of 
cupri-ethylenediamine The folded chain has its folds internally cross-linked by 
hydrogen bonds between pairs of 'NH and .CO groups (cf. Buswell, Krebs & 
Rodebush 1940, Alexander & Rideal 1941), so that external intermolecular linking 
does not readily occur, hence the folded form is less sensitive than is the unfolded 
form to the effect of external influence such as hydrogen-ion concentration. 

The reverse process of insolubilization is effectively demonstrated by the films 
of water-soluble fibroin. Stretching of a strip of moist film results in an extension 
to about three times its original length and the simultaneous acquisition of tensile 
strength and insolubility It appears that this mechanical stretching results in the 
unfolding of the folded molecules, which then aggregate in a manner similar to 
that occurring in tho natural silk filament; indeed, it is difficult to avoid the con- 
clusion that tho stretching and insolubilization of the moist strip must be akin 
to what IS happening when tho silkworm spins its fine filament 

An obvious corollary to the above conclusions is that the wo ter-solublo fibroin 
is similar to or identical with the water-soluble protein that is present in the silk 
gland and yields the natural silk filament Soluble fibroin taken directly IroDi the 
gland IB probably invariably contaminated with seriem (the two protems exist os 
separate sols m the gland), but descriptions of such preparations given by Meyer 
A Jeannerat (1939). Fo& (1912), Ongaro (1933), and others strongly support the 
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identity of the regenerated fibroin with the natural, water-soluble product. It is 
therefore probable that the cupri-ethylenediamine treatment affords a reversal of 
the insolubilization process that occurs during the spinning of fibroin filaments 
by the silkworm 

The above reversible solubilization of fibroin has an important bearing on the 
phenomenon of denaturation According to Neurath, Cooper k Erickson (1942), 
the mam changes accompanymg denaturation are (a) a loss of biological activity, 
(6) a decrease in solubility, (c) a loss of orystalhzabihty, (d) an apparent increase m 
the number of specific groups, e g thiol, dithio, or phenolic groups, and (e) an 
increase in the relative viscosity of the solution of a protem and a corresponding 
decrease in its diffusion constant, indicative of an increase in apparent molecular 
asymmetry. It has been shown that insolubilization of fibroin is attended by an 
increase in molecular Bsymmeiry. Fibrom has no specific biological activity (in 
agreement with its function as a building matenal), whilst the lack of change in 
available tyrosine groups is probably related to its simplicity of structure (see 
below). With regard to loss of crystallizability, it has been shown that the water- 
soluble form can be separated in a form that possesses the near-crystal habits of 
native globular proteins when in an impure state. The above criteria thus afford 
some justification for regarding the insolubilization of water-soluble fibroin as a 
process of denaturation. Moreover, it has been shown by various workers that the 
optical rotation of proteins mcreases on denaturation. Thus Young (1922) found 
that on denaturation ovalbumin increased in specific rotation from - 36 - 6 ° to 
— 40 - 4 ° and serum*albumin from — 78 6° to — 80 - 6 °. With the aqueous preparations 
of fibroin, it was noted that the optical rotatory power is mdependent of pH and 
of protein concentration, in agreement with the observations of Barker (1933) on 
albumin Barker considered that ' the optical rotatory power is the only property 
which at present is known to be suitable for quantitatively charactenzing a 
denatured protein ’ It can be calculated from the values obtained for the 60/50 
mixture and the water-soluble preparation that the water-soluble form has 
[a]^ — 63 1° and the dispersed form [a]^ — 68 0° There appears to be justification, 
therefore, in regarding the dispersed form of fibroin (probably identical with the 
natural silk filament) as denatured fibroin and the water-soluble form (probably 
identical with the fibroin as it exists in the silk gland) as the renatured or native 
protein. 

The films of water-soluble fibroin give an X-ray diagram of the / 1 -keratin type, 
which is not changed by the process of insolubilization induced by stretching It 
follows that the a-/l-keratin transformation described by Astbury is not involved 
in the process of denaturation of fibroin (see Bailey, Astbury & Rudall (1943) and 
Neurath et dl, (1944, p. 234 )) Note also that, according to Spiegel-Adolf &; Henny 
(1941), ultra-violet irradiation of serum-albumin causes denaturation without any 
significant changes in the X-ray picture. 

Fibroin, owuig to its relative simplicity of structure, appears to represent the 
ideal example of denaturation. In fact it can be claimed that denaturation is the 
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main biologioal function of this ailk protein and lends emphasis to the necessity 
for studying denaturation as a natural phenomenon rather than as an artificial 
process such as the heat coagulation of ovalbumin. In this connexion, the con- 
version of blood fibrinogen to fibrin appears to be essentially an enzymically 
controlled process of denaturation and it would be reasonable to designate the 
soluble protein of the silk gland that is the precursor of the filament protem as 
fibroinogen, in analogy with fibrinogen. 

B. A possible yneckanism for the renoiwraiion of fibroin 
based on a special conception of its structure 

The amino-acid composition of fibroin (see table 2) and the general spatial 
arrangement of the molecule as given by the X-ray investigations of Astbury 
{1934) and others indicate that the protem molecule, as present m the silk fibre, is 
composed of an extended long chain consisting mamly (over 70 %) of glycine, 
alamne, serine, and tyrosine residues. The molecular weight of about 33,000 to 
34,000 and the mean residue weight of 7H moan that there are some 420 to 430 
residues m the molecule, of these, the less frequent residues are represented by 
histidine (1), lysine (1), arginine (2), leucine (2), threomne (4) and proline (4) The 
reactive groups of the molecule are mainly tyrosine (phenolic) hydroxyl and senne 
(alcoholic) hydroxyl, the number of free amino- and carboxyl groups being very 
small. This representation of the fibroin molecule is appropriate for the construc- 
tion of the silk filament but affords no information m an understanding of the 
existence of a water-soluble form. The solubilization of fibroin has been correlated 
above with a folding of the molecule and, if it is accepted that both the insoluble 
and soluble forms consist of essentially the same polypeptide chain with a defimte 
arrangement of amino-acid residues, it follows that this arrangement of ammo- 
acid residues must bo such that a folding may occur to produce one definite spatial 
arrangement of the chain Up to the present, the only theory regarding the dis- 
tribution of the amino-acid residues along the length of the polypeptide chain is 
that of Bergmann & Niemann (1938) According to this theory, (a) the total num- 
ber of any particular residue or of all the residues m the protem molecule may be 
expressed as 2”. S’”, whore n and m are whole numbers, and (b) the residues are 
spaced at regular intervals along the molecular chain. With regard to (a) the 
evidence available does not afford unammous support and it is necessary to accept 
the hypothesis that there is some repetition of pattern in the protem molecule. 
With regard to (ft), it is reasonable to accept the premise that each residue plays 
an mdividual or composite part m the physico-chemical and biological properties 
of the protein molecule of which it is a constituent; in other words, the arrangement 
of residues m the polypeptide chain is a rigidly defined charactenstio of a protein. 
This view is not in harmony with a theory of periodic distribution of the residues, 
which greatly restricts the occurrence of any specific function of a residue that is 
dependent on the particular location of that residue m the chain Thus, according 
to the Bergmann-Niemann theory, the twenty tyrosine and four proline residues 
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are regularly spaced along the fibroin polypeptide ohamj but this is completely 
negatived by the fact that limited tiyptio digestion splits the molecule into parts 
the average chain-length of which is nearly one-third of that of the parent molecule 
and which contam no proline and only about 1 % of tyrosme. The mference is that 
all or most of the tyrosme residues and all four of the prohno residues are situated 
in short parts of the cham at ono-third and two-thirds along the length of the 
chain from one end. This fact, together with the isolation of serylprolyltyrosyl- 
prohne from fibroin by Abderhalden & Bahn (1932), point to a special sigmficance 
of proline in the folding of the chain Stereochemical considerations show that, 
where a probne residue is present, the chain must bo turned through an angle of 
about 90 ° and that a prolyltyrosylprolyl grouping can produce a complete fold in 
the chain. If it is assumed that each of the two tyrosine-nch parts of the chain 
contain two proline residues, it follows tliat the long fibroin chain may fold at 
these two moleoular hinges to give a three-membered grid. 

The above theory leads to a tentative explanation of the renaturation of fibrom 
by cupri-ethylenediamine. In the vicinity of the prolme residues, the structure 
of the fibroin-cupri-ethylenediamme complex may be represented as shown in 
figure 8 Since rotation round alternate — CO — CHiZ — bonds has to be assumed 
along the whole chain m order to explain the formation of the complex, it is 
reasonable to postulate rotations about the — CO — CH/Z — bond mdicated in 
figure B. On constructing a solid model of this part of the chain, it was found, 
however, that the two CuEn groups could not be accommodated in this structure. 
It was considered that the molecule could best be stabilized in the folded form by 
assuming that the remaining En is displaced from one of tho CuEn radicles, as 
shown in figure 0. A sohd model of this structure indicated that the four donating 
nitrogen atoms were all m one plane (the co-ordination number of copper is six, 
and the remainmg two positions are occupied by water molecules as with cupn- 
ethylenediamine itself) and that a copper atom just fitted into the assigned posi- 
tion, The resemblance of the structure to that of haemoglobin, chlorophyll, mon- 
ostral blue, etc., is noteworthy. The theory now suggested for the solubihzation 
(or renaturation) and insolubihzation (denaturation) of fibroin is that the native 
or regenerated protein exists as a 3-hmbed polypeptide cham that spontaneously 
(keeping of the solution) or mechanically (stretching of the moist film) changes 
into the extended cham. The extended-chain form (referred to above os the dis- 
persed form) initially consists of smgle molecules that aggregate to give insoluble 
matenal at a rate dependent on the environmental conditions This introduces 
a further aspect of denaturation that has been the subject of much controversy, 
viz , the justification for the separation of the processes of denaturation and the 
subsequent flocculation or coagulation. The above experiments on fibroin support 
the separation of the two processes, i.e. the denaturation of fibrom refers solely to 
the unfolding of the folded molecule The formation of molecular aggregates is a 
oommon phenomenon with macro-molecules and there is no reason why protein 
molecules should not behave as typical members of this class of substances. 
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Disaggregation results in a dispersal or solubilization of the insoluble aggregate; 
an example is the production of water-soluble cellulose by laeser (1940). Water- 
soluble fibroin has at least a tendency to aggregate m a manner similar to the 
crystallization process of the globular proteins (figure 12, plate 5 ). A general scheme 
of these changes may be represented by . 

molecular_^singlo molecules of_^unfolded or denatured ^aggregate of unfolded 
aggregate'^ native protein ^ protein molecule ^ protein molecule 

and, bearing in mind the data that have been obtained for the molecular weights 
of various proteins under different conditions, it would appear that this scheme is 
of general applicability to proteins. 



FiaiJAE 8. MechaniHin of oliain folding in ronabnrafcion of dbroin 



Figttrb 9 StruGture of the * molecular hinge’ during the 
ronaturatjon of fibroin by cuprx-ethylenediamine 

The stability of the water-soluble form of fibroin when its solutions are heated 
to 100° C IB noteworthy; the complete absenoe of conversion into the denatured 
form when the protein is heated to 100° C for 10 min. is shown by the constancy 
of the optical rotation. The marked difference between fibroin and proteins such 
as ovalbumm is probably due to the comparative simplicity of the structure of 
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fibroin and it is of interest to inquire in a prehmmary manner how far the meoh- 
anism of denaturation and renaturation of fibroin is applicable to other proteins. 

Chibnall, Astbury and others have concluded that globular proteins are probably 
multilaminar in structure, each lamina being formed by the folding backwards and 
forwards of a single polypeptide chain. The chains that fall into a plane (the possible 
number of which is equal to the number of limbs in the lamina) at right angles to 
the lamina form a ‘polypeptide gnd* (Astbury), which contains linkings such os 
dithio. The expenmental evidence points to a unilaminar structure for fibroin, 
the unfolding of which yields a smgle polypeptide chain, the ideal structure for 
fibre formation The assumption of an unfolding mechanism for the multilaminar 
proteins, however, implies that a molecular sheet or ribbon is formed, the in- 
dividual polypeptide chains of which are linked by, for example, dithio bonds 
True fibre formation would be possible by prior or subsequent rupture of the 
dithio and similar linkmgs and, with respect to blood-fibrinogon, interest in such 
a possibility is enhanced by consideration of the recent conclusion oi Lyons (1945) 
that the thrombose system contains a component capable of doing this, together 
with the earher observations of Barrett (1920) on the filamentous nature of fibrin. 
A final point of interest concerns the solubility of the degradation products afforded 
by enzyme- or acid-hydrolysis of fibrom, a question that at present is being further 
investigated These products, oven when as low as 20 -peptide, are insoluble in water 
or dilute acids or alkalis. ' Regeneration ’ by the cupn-ethylenediamino method, how- 
ever, gives water-soluble products that spontaneously revert rapidly to the insoluble 
form. This process of regeneration cannot involve a folding mechanism but is due 
merely to a separation of aggregated poljrpeptide chains, the resulting solution ex- 
hibiting what appeared to be ' coagulation ’ unaccompanied by pnor denaturation In 
addition, the experimental work on fibroin has indicated that shght degradation 
of the fibroin molecule, 1 e. that attended by a loss of a few (probably terminal) 
amino-acid residues, does not prevent denaturation or renaturation. This implies 
that, at least for fibroin, the process of denaturation is not necessarily restricted to 
the completely intact or native protein. 

Grateful acknowledgement is made to Dr R J. B. Marsden and Dr F. Hewlett 
of the British Cotton Industry Research Association for stimulating discussions 
concerning macro-molecules, and to Miss M. Evans and Mr W. Wainwright for 
many careful analyses and technical assistance 
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The scattering of 4-2 MeV protons by protons 

By a. N. May and C F. Powell 
{Communicated by A. M. TyndaU, FR.S — Received 25 May 1946) 


The methods desonbed in a previous paper have been applied to an examination of the 
flcattonng of 4 2 MeV protons by protons The angular distribution of the scattered protons 
IB found to be isotropic, in the oentre-of-maas co-ordinate system of the oollidmg particles, 
from 50 to 140° in the angle of scattering. A method of determining the absolute cross-section 
for proton-proton scattering at different energies, depending on the simultaneous recording 
of the protons scattered from hydrogen and from heavy nuclei is described, and the con- 
ditions necessary for its appbcation at higher energies are discussed 


1. Introduotion 

In a previous paper (Chadwick, May, Pickavance Sb Powell 1944) which will be 
referred to as (I), an experimental method wag described for investigating the 
scattering of high energy protons and deuterons generated by the cyclotron. A 
critical examination of the apparatus showed it to bo a powerful and reliable instru- 
ment In this, and in the papers which follow, experiments are described in which the 
method is applied to an investigation of the scattering of 4 MeV protons and 7 MeV 
deuterons by ten different elements. The results were obtained in the years 1940 to 
1942 their preparation for pubbcation having been delayed by the war. 

It was anticipated that if proper use were to be made of the scattering method for 
testing any formahsm describing the interaction of nuclear particles, it would be 
necessary to make investigations with different elements in a large range of values 
of the energy of the particles composing the pnmaiy beam. These anticipations have 
been confirmed by the experiments to bo described. Especially in the work with 
deuterons, a number of features of great interest and complexity in connexion with 
{d,p) reactions have been discovered, the elucidation of which would appear to be 
of im portance in achieving an understanding of nuclear processes in general, it 
will be necessary, however, to study these phenomena with beams of particles of 
different energies, and, apart from certain experiments which are of immediate 
interest, such os the scattenng of protons and deuterons by hydrogen, deuterium 
and helium, and the inelastic scattering of protons by different elements, the present 
investigations constitute only a prehminary survey of the field From this survey 
we are able to indicate those collision processes which, for technical or other reasons, 
it seems moat desirable to mvestigate in greater detail, and the methods to be 
employed. This paper deals with the results of the experiments with the 4 2 MeV 
proton beam delivered by the Liverpool cyclotron, the measurement on the plates 
being mode in the H H. Wills Physical Laboratory, University of Bristol. Table 1 
gives 'details of the exposures given for the production of the plates on which the 
present measurements were made. 


1 170 3 
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The exposures were obtained with an earher form of the apparatus than that 
described in (I), the divergence of the beam being approximately 2° instead of 1°. 
During the exposures the moan current in the bean\ was of the order of 3 fiA as 
measured at the collecting electrode, see (I), figure 2 The current in the defined beam 
was of the order of 1 % of that in the main beam. No attempt was made to mamtam 
the beam current precisely constant and the exposure times and gas pressures 
therefore give only a rough indication of the conditions necessary for the production 
of satisfactory plates with the apparatus employed but, as mentioned previously, 
the exposure times are not critical. ‘ Half-tone ' plates with a thickness of 70 or lOO/e 
were employed throughout the whole of the present senes of exposures, the methods 
of development and fixing being similar to those previously described (Powell 1943). 


Table 1 


plate no. 

senitenng gas 

gaa pressure 
cm. of Hg 

exposure 

mm. 

P.lO 

hydrogen 

76 

16 

P.ll 

acetylene 

16 

16 

P.17 

methyl iodide 

30 

1 

P 19 

methyl iodide 

I 0 

0 5 


In analyzing the results of the measurements we shall have to make frequent 
reference to the ratio of the actual scattered intensity of a group of particles, per 
unit solid angle, to that calculated from the Rutherford formula on the assumption 
that the scattering is governed only by the Coulomb forces between the interacting 
particles We denote this ratio, for an angle of scattering d in the laboratory system 
of co-ordinates, by an element X, by the symbol where E is the energy of the 

incident particles in MeV. The corresponding quantity for an angle of scattering, 0, 
in the co-ordinate system moving with the centre of mass of the colhding particles, 

is 

For proton-proton scattering the Rutherford formula is replaced by that due to 
Mott, and we use the analogous symbols and JIf ^(0). 0 and 0 refer throughout 

to the laboratory and contro-of-mass co-ordinate systems respectively and /(0), 
/((() denote the scattered intensities per unit solid angle referred to them. 

2. Angulab distribution of the elastically scattered protons 

Some features of the plate taken with the camera filled with hydrogen, P 10, have 
already been discussed in (1). It was shown that the mean range of the protons 
scattered at any angle is in satisfactory agreement with theoretical expectations 
and that tracks due to protons scattered from impurities in the gas, which can be 
distinguished from those scattered from hydrogen as a consequence of their greater 
range, are present in appreciable numbers only at small values of 6 

Intensity meaeurements have been made on this plate over a range of angles from 
12 5 to 60°, and over a wide range of values of r (see (1), p. 10). At the larger angles, if 
short tracks only are counted, the small number of recoils from impurities, which 
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have energies only a little less than that of the incident protons, are not included. 
At small angles, however, this distinction is no longer possible since the range 
distributions of the protons scattered from hydrogen and from heavier impurities 
overlap. 

To correct for the tracks at small angles due to the presence of the impurities the 
number of long tracks at 45° was counted From these observations the number 
to be expected at lower angles can then be calculated on the assumption that, in the 
range below 45°, the variation of the scattered intensity with angle bears a constant 
ratio to that given by the Rutherford relationship The impurities most likely 
to be present are oxygen and nitrogen and the experiments on the scattering by 
these elements, described in the following paper, show that this assumption is very 
nearly true in the range from 20 to 45° A more precise correction cannot be made 
since the nature of the impunties is unknown The correction becomes appreciable 
at about 30° and is of the order of 20 % at 20° 

In the plates taken with the early form of the apparatus the distributions in 
range of the ])articles scattered through small angles show, in addition to the mam 
group of particles, a ‘tail’, with a continuous distribution in range, due to slit 
scattering and other causes We have not considered it worth while to attempt to 
measure the intensity of the elastically scattered protons in this region since we 
may expect anomalies in the scattenng to be relatively small at small angles. 



angle of scattering 


Fiqubk 1 


The results of the measurement are shown in figure 1 , where curve (a) shows the 
intensity of the scattered protons per unit sohd angle in the laboratory system of 
co-ordinates. The measurements of intensity become unreliable at angles of scat- 




173 


The scoUering of 4-2 MeV protons by protons 

tering greater than 40° because the scattered protons lose an appreciable fraction of 
their energy in passing from the collision space to the photographic plate through 
the gas filling the camera. Their range in the emulsion then becomes so short that 
many of them contain only two or three grains and they are not distinguished by the 
observer and recorded. The scattemig beyond 45° is, however, necessarily connected 
with that at smaller angles since the number of protons scattered between 0 and 
0-\-S0 must be equal to that between d) and 0)^80. This enables values 
of I{6) at 60°, 66°, etc., to be deduced from those observed at 40°, 36°, etc. These 
values are shown in figure 1 , curve (a). It will be seen that they he on a smooth curve 
with those at small angles — and that the point deduced in this way for 60° is 
considerably higher than the observed value, because of the Moss’ of tracks in the 
actual measurements at this angle 

The angle of scattering, m the centre-of-mass co-ordinate system of the colliding 
particles is related to the correspondmg angle in the laboratory system, 6, by the 
simple relation — 2d. Similarly, if I{0) is the scattered intensity per unit solid 
angle at d and /(^) the corresponding quantity in the centre-of-mass system at 0, 

/(^) can therefore be determined from the observed values of /(d) and the results are 
shown in figure 1 , curve (b) The vertical linos give the r m.s, error deduced in the 
usual way from the number of tracks counted. It will be seen that the scattered 
intensity /(f(), in the interval from 60 to 90°, i.e. in the region where the Coulomb 
scattering is very small compared with the anomalous scattering, is nearly constant. 
The departures of the observations from a line /(()) = constant, corresponding to 
isotropic Bcatienng, are of the order of only 2 % of the mean intensity, and although 
this is greater than the standard deviations associated with the number of tracks 
counted, the departure from isotropy cannot be regarded as significant. We there- 
fore conclude that, at these angles, the observations correspond to pure ' 8 ' scattering 
within the limits set by exponmental errors Creutz & Wilson (1942) have reported 
that proton-proton scattenng is isotropic at 8 MeV, apart from the Coulomb scat- 
tering at small angles, and it is clear that more energetic proton beams will be 
needed to give any easily detectable effects from ‘p’ and other waves of higher 
order. 


3 Absolute oross-section eob peoton-proton soatterino 

The determination of the absolute cross-section for this process, in addition to the 
variation of the intensity of the scattered protons with angle, is of great importance 
for the determination of the character and magmtude of the forces between the two 
particles. For such a determination we require to know the total number of primary 
protons passing down the scattering tube during the exposure. In our first expen- 
ments there was no provision for determining the current in the defined beam during 
the exposure and we therefore adopted an alternative method. 
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For this purpose the intensities of the protons recoiling from hydrogen and from 
some heavier type of nucleus were measured at a particular angle of scattering. The 
ratio of the numbers of atoms of the two types in the scattenng gas can be defined 
by employing a suitable gaseous compound or a mixture of gases in known pro- 
portions At angles of scattering in the neighbourhood of 45*^ the difference in energy 
of the two grou])s of scattered protons is sufficiently great to ensure that the range 
distribution shows them clearly resolved and the ratio of their intensities can thus 
be determined. If, in the conditions of the experiment, the intensity of the scattering 
from the heavy nuclei is given by the Rutherford relationship, then the total flux 
of primary protons during the exposure can be calculated and hence the cross- 
section for the proton-proton scattering process at the same angle 

As a preliminary test of the method we examined the proton recoils at 45^ obtained 
with methyl iodide and acetylene as the scattering gases. 

4, Experiments with methyij iodide 

A typical example of the distribution in energy of the particles scattered at 46° 
in these exposures is shown in figure 2, where the two groups are seen to bo clearly 
resolved It will be seen that the ‘energy-width’ at half maximum of the protons 
scattered by the iodine nuclei is considerably less than that for the proton-proton 
group The increased width of this latter group is easily explained by the known 
divergence of the primary beam, ± 2°. Thus the energy, j®, of the scattered protons 
is given by the relation E ^ cos^d Allowing + 0-6° for the small angle deviations 
of the particles in traversing the window and the gas, before reaching the plate, 
the particles which enter the emulsion at points corresponding to 46° will have been 
scattered from the primary beam through angles varying from 42-6° to 47-6°. Putting 
E^ = 4‘2MeV, E ranges from 2-38 MeV at 42-6° to 1-92 MeV at 47 6°; a difference of 
0 46MeV, in good agreement with the observations. Thus even if the primary beam 
is perfectly homogeneous in energy the energy-width of the proton-proton peak at 
45° will be 0 5MeV in the geometrical conditions provided by the early form of the 
apparatus The energy of the protons scattered by the iodine varies very little, how- 
ever, with the angle of scattenng and the observed width agrees with that obtained 
with homogeneous groups of protons of a similar energy in previous experiments 
(Powell 1943). We may thus conclude that any vonation in energy of the protons 
in the primary beam is small compared with the energy resolution given by the 
method. The results emphasize the advantages of a more closely defined beam, 
as produced in the later form of apparatus, where the divergence is reduced 
to ±r 

The number of tracks in the two groups of particles m a given area of the plate 
gives, within the limits of statistical error, the ratio of the scattering from 3£I and 
from I at the chosen angle of scattering, 45°, A small correction must be applied for 
the contnbution to the long tracks of the protons scattered by the carbon nuclei 
which are not resolved from those from the iodine. This correction can be deduced 
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from the work on the acetylene plate which gives the ratio of the scattering from 
carbon and from hydrogen at the same angle. 

A second correction must be apphed to the observed number of particles in the 
shorter-range group since a certain proportion of them must be attributed to the 
‘tair of the longer group, The main group in tho range distnbution at a given angle 
of scattering, produced by a homogeneous group of particles, is accompanied by a 
low intensity tail, uniformly distributed in range, due to the penetration of the edges 
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of the defining slits by a small fraction of the scattered particles and a corresponding 
reduction in their energy, see (I), p 23. Figure 3 shows a typical range distribution, 
from measurements on the methyl iodide plates, in which the continuous distribution 
of tracks between the two peaks will be seen. In this distribution the number of 
tracks m the range from 0 to 10 divisions is 53 and in the short range group, from 1-2 
to 6-2 divisions, 238. We therefore assume that, in this case, 185 tracks are to be 
attributed to proton-proton scattering 

Altogether about 4800 tracks were measured on the methyl iodide plates of which 
4204 were long and 397 were from proton-proton scattering The carbon is estimated 
to contribute 03 long tracks to the group of longer range so that we deduce for 
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the ratio of the intensity of the soatteiing from hydrogen and from iodine at 46° 
the value: 


Now according to the formulae of Mott and of Rutherford this quantity should have 
a value at 45° of 1-03 x 10~*, Assuming that the scattering from iodine is accurately 
given by the Rutherford relationship we therefore conclude that the quantity, 
Af* ■ (46°), equals 94 ± 6. , 



Fiottre 3 


5. Experiments with acetylene 

Similar observations have been made using the plates obtained with acetylene 
as the scattering gas. An investigation was made of the mtensity of the long and short 
tracks at a number of angles in the interval from 26 to 40° in the angle of scattering. 
The lengths of 2000 tracks were measured and examples of the observed distribution 
in range of the tracks at four different angles are shown in figure 4 Figure 6 shows an 
example of the results transformed to an energy distnbution, and it will be seen that, 
in this case also, the width of the peak due to proton -proton scattenng is greater than 
that due to scattenng fiom the heavier nuclei. 

The variation with angle of the intensity of the long tracks, due to the elastic 
scattering of the primary protons by carbon nuclei, is shown in figure 6 In this 
diagram, curve (a) shows the variation with angle of the scattered intensity and 
curve (6) the same results expressed in the form of the ratio, iZ(0)- It will be seen that 
iZ(&) is nearly constant in the range of angles &om 20 to 45° to within the accuracy 
of the experiment. If we assume that the absolute intensity is also given by the 
Rutherford equation in this range of angles, i e. that » 1, then a comparison 

of the number of long and short tracks at 45° enables us to obtain a second estimate 
for the quantity M (46°). The value so obtained is ‘ (45°) = 72 ± 7. 




number of tracks 
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It is clear, from a comparison of this result with that obtained with methyl iodide, 
that the cross-section for the scattering of 4-2 MeV protons by carbon, at these 
angles, is different from the value given by the Rutherford formula. It is shown in the 
following paper that there are good reasons for anticipating such a result, even at 



range in scale divisions energy in MeV 

Fiomuc 4 Figttbb 6 



FtGUKE 0, Elastic scattering of 4*2 MeV protons by oarbon 
(a) i (#) arbitrary units, (b) iZ(0). 


Vol. 190. A 


19 





178 


A. N. May and C. F, Powell 

angles of scattenng in the interval from 20 to 45° The value of R (45°) ia easily 
found by a comparison of the results of the experiments on methvl iodide and 
acetylene at 46° and we obtain the result 

iJg* (46°) = H = ± 0-08. 

The scale of the results of curve (6) in figure 6 has been chosen to correspond with this 
value of R{d) at 46°. We have already pointed out that there was no stringent control 
of the purity of the target gases. The presence of a considerable pressure of air 
would not, however, senously affect the result The moat likely impurity, in the 
expenmenta with methyl iodide, is water vapour from the emulsion which, by 
contributing hydrogen to the scattering gas, would tend to make the observed value 
of Jf too high The values obtained from the two plates P.17 and P 19 agree, however, 
with in the limits of statistical error and this suggests that the disturbing effects due to 
water vapour were in fact small The methyl iodide pressure was varied by a factor 
of three in the two exposures and the water vapour pressure would be unlikely to 
change by the same ratio in the two cases. 

0. Discussion 
(a) AbaoluUe croas-aection 

We have obtained the value 04 + 6 for the quantity ^ (45°). Breit, Thaxton & 
Eisenbud (1939) have calculated this ratio for pure ‘s’ scattering, for protons of 
different energies, using various forms of ‘potential well’ to represent the forces at 
close distances of approach of the two protons The values they give for the ^atio M 
( 46°) for 4MeV protons, range up to 06 for the narrowest and deepest wells and our 
result corresponds to a value for the phase change K in the wave of zero angular 
momentum of 64 + 2-5°. Ragane, Kanne & Taschek (1941) have shown that the 
results obtained with slow protons in the energy range from 200 to 300 eKv are in 
agreement with a ‘well’ of radius and a depth of 10 62MeV. This well gives 
K » 52° at 4MeV and a value of M (46°) of 86 Our results are therefore in accord, 
to within the errors of the measurements, with the values predicted by this model 
In a later publication, Landau & Smorodinsky (1944) give a formula for the phase 
shift, Aq, in terms of a constant, which represents the logarithmic derivative of 
the wave function at the ongm. They give an empirical formula for which fits 
the results of previous investigators extending up to 2 4MeV. From this formula 
we calculated the phase shift at 4 MeV and obtained the value K = 53°. We therefore 
conclude that our observations show no sigmficant departures from the values 
calculated from tbeones based on previous experiments at lower energies. The 
importance of work with beams of protons of higher energy is thus emphasized. 

Usmg the value K = 54° deduced from the observed value of M at 46°, we have 
calculated this ratio for other angles. The results are shown in the smooth curve of 
figure 1, curve (c). It will be seen that there is good agreement with the experimental 
results except in the region of small angles where the effects due to sht scattering 
begin to become appreciable. 
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(6) Appraisal of the. mtihod 

From the expenence gained in the course of the present experiments we can 
estimate the usefulness of the method for the examination of the proton -proton 
collision and the steps which must be taken to improve it. We have already pointed 
out the importance of extending the experiments to higher energies and our experi- 
ence with fast protons, which extends up to 13 MeV, indicates that the method 
could be successfully applied with primary particles of energy up to 20 to 30 MeV 
Such beams would produce 10 to ISMeV protons at 46°, and these can be recorded 
by using plates with an emulsion thickness of 100/4 and an angle of approach 
of the scattered protons to the plate of 5° 

The method here employed for the determination of the values of the absolute 
cross-section would seem to give a useful check on the usual method based on the 
direct determination of the total flux of charge in the primary beam during the 
exposure. The use of chemical compounds in the form of vapours or gases ensures 
that the relative numbers of scattering nuclei of different types are known with great 
precision, provided that adequate control of purity is established. In future work it 
would appear desirable to employ gaseous mixtures of known composition in such 
proportions that the numbers of protons in the groups scattered from the two 
types of nuclei are approximately equal. 

Using the ordinary half-tone emulsions the counting and measuring of the tracks 
is sufficiently fast under good conditions to make it possible to reduce the errors 
in the determination of the scattered intensity at any angle, due to statistical 
fluctuations, to the order of 2 % in the course of 4 days work by a single observer. 
Further, the improved registration which can now be obtamed with concentrated 
half-tone emulsions leads to greatly improved methods of counting It thus becomes 
possible to contemplate experiments in which much greater numbers of particles 
are counted and measured so that substantial reductions in the standard deviations, 
and corresponding improvements in the accuracy of the results, arc obtained. 

A second improvement in the method, suggested by the present results, is to intro- 
duce adequate control of the punty of the gas in the collision space by ehminating 
the presence of water vapour from the gelatine This can be easily achieved by 
making the collision space gas tight, a modification which is also an essential 
preliminary to making experiments with rare gaseous isotopes, available only in 
small quantities, when it is important to recover the gas after the exposure Although 
the windows in the present form of the apparatus are of relatively large area, we 
have found it possible to cover them with foils, with a stoppmg power of only a few 
mm of air, which are able to withstand pressure differences of 10 cm of mercury. 

The experimental work described in this and the two following papers was under- 
taken, as part of an extended programme! In association with Sir James Chadwick 
and his collaborators m Liverpool. Because of the war we alone were able to make 
measurements on the plates and we are indebted to them for their agreement to our 
publication of the results. 


x3-a 
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We are greatly indebted to Professor A M. Tyndall for the facilities which made it 
possible for us to analyze the plates m the H. H. Wills Physical Laboratory of the 
University of Bristol. 
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The scattering of 4-2 MeV protons by deuterium, 
helium and other light elements 

By H. Heitlbb, A. N. May awd C. F. Powbuj 

{Communicated by A. M. TyndaU, F.B 8 — Received 4 June 1946) 


The Toethoda previously deaonbed have been applied to a study of the elastic eoattermg of 
4 2 MeV protons by deutenum, helium, nitrogen, oxygen, neon, argon, chlorine and bromme. 
The results obtained with deutenum and helium as the scattering gases are compared with 
those of other expeiunentera working with protons of different energies The angular 
distnbutions of the protons elastically scattered by nitrogen and oxygen, together with the 
results for carbon oblamed in previous measurements, can be simply descnbed m terms of an 
^-component mtoraotmg with the Coulomb term m the formula for the scattered wave 
Values are obtained m each case for the magmtude of the parameter which defines the 
amphtude and phase of the ^-wave The angular distribution of the protons inelastically 
scattered by neon has been investigated and evidence obtained for similar collision pro- 
oeeses in expenments with si^gon and ohlonne. 


1 . Introduction 

In continuation of previous experiments involving the application of the photo- 
graphic method to problems in nuclear physios, we have made observations on the 
scattering of 4-2 MeV protons by gas targets of deuterium, helium and six other 
light elements. The essential features of the method have been described m two 
previous papers (Chadwick, May, Pickavance & Powell 1944; May & Powell 1947 
(see p. 170)) which will be referred to as I and II respectively. The proton beam was 
obtained from the Liverpool cyclotron, the examination of the plates bemg carried 
out in the H. H Wills Physical Laboratory, University of Bristol, in the years 1040 
and 1941. 
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Table 1 gives details of the exposures given to the plates on which the present 
measurements were made. 


Table 1 


plate 


preHNiiro 

exposure 

number 

gas 

(cm. of Hg) 

(mm ) 


expoBuroa with 4 2 MeV protonH 


P20 

deuterium 

13 6 

10 

PIS 

helium 

10 0 

4 

P21 

oxygon 

10 0 

3 

P7 

mtrogen 

10 0 

10 

PO 

neon 

5 5 

15 

P22 

argon 

5 0 

5 

P 16 

carbon tetrachloride 

2 5 

3 

P1.5 

bromoform 

0-6 

2 


exposures with 6 7 MeV deuterons 


D 11 

hydrogen 

76 0 

3 


It will be seen from the description of the experimental method given in I that tlie 
particles entering a given small area of the plate have all been scattered from the 
primary beam through angles differing by less than 2° from a certain mean value, 
the angle of scattering, 0. This angle is determined by the position of the area under 
consideration relative to the scattering gap, and with the later forms of the apparatus, 
such as IS described in I, observations can be made at points in the plate corre- 
sponding to any value of 0 from 10 to 170^^ The plates in senes V were obtained, 
however, with an earher form of the apparatus in which the particles scattered 
through angles greater than 100° were not recorded and the present observations 
are therefore confined to the restneted interval m the value of 0 from 15 to 100°. 
The distribution in range of the particles at any angle of scattering is determined by 
measuring the length of the tracks which they produce in the emulsion and the 
intensity of the scattered beam is given by counts of the number of tracks per unit 
area, both observations bemg carried out at the appropriate region m the plate. 

The particles entenng the plate in any given element of its surface are all pro- 
duced by colhsions with the nuclei of gas atoms in a small volume traversed by the 
primary beam We refer to the ‘centre of mass' of the points of ongin of these 
scattered particles as the ‘ mean point of scattering ' for the particular value of 0 
which corresponds to the position of the element of area under consideration. It is 
a feature of the method that the mean energy of the pnmary protons at the mean 
point of scattering, vanes with 0 when using gaseous ' targets ’ This is due to 
the retardation of the primary particles by the gas filling the camera and to the 
change with 0 of the mean point of scattering; see 1, p. 23. In the present expon- 
ments, however, this energy change is small, in the range of angles at which meASuru- 
monts can be mode, because of the low gas pressures employed in the camera. Thus 
m the most unfavourable case, that of oxygen, plate P 2 1 , changes by only 20 keV, 
as 0 increases from 20 to 90°, a value much less than the spread in energy of the 
primary particles dehvered by the cyclotron. 
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2 Notation 

It IS convonient to summarize the notation employed in this and the following 
paper in order to avoid unnecessary repetition 

Qy 0 angle of scattering of a primary particle in the laboratory and 

centre-of-mass systems of co-ordinates respectively. 

9 angle of projection of a target nucleus in the laboratory system. 

7(0), /(^), 7(0) scattered or projected intensity per unit solid angle in the corre- 
sponding co-ordinate systems. 

Po* the mean energy and mean range in standard air, respectively, of 

the primary particles emerging through the mica window from the 
cyclotron tank. 

El, pI the mean enei^ and range, respectively, of the primary particles 

at the mean point of scattering of the particles observed at 0 

El, pI the mean energy and range, respectively, of the particles scattered 

through the angle 0, 

R{0), 72(0) the ratio of the observed scattered intensity at 9 or 0 to the value 
calculated from the Rutherford formula. 

M(0), Jlf(0) a similar ratio to the above for the particular case of collision 
between indistinguishable particles — the ratio of the observed 
intensity to that given by the Mott formula. 

In discussing the collision processes frequent reference is made to a system of 
co-ordinates moving with the centre of mass of the interacting particles or to a 
system at rest relative to the laboratory. 

3 The PHOTON-DEtrTERON COLLISION 

The results obtained in experiments on the scattering of 4-2 MeV protons by 
deuterium and of G 7 MeV deuterons by hydrogen may be considered together since 
the two types of collision are similar in the oontre-of-mass system of co-ordinates. 
In this system the proton and deuteron approach one another with equal and oppo- 
site momentum and each is scattered through the same angle, 0. 7(0), the scattered 
intensity in the centre-of-mass system can thus be determined either by observations 
on the intensity of the scattered pnmary particles, I{0), or of the projected nuclei, 

Hv) 

(a) Scattering of protons by deuterium, jAaie P 20 

The results obtained m measurements on this plate were discussed in I where it 
was shown that, owing to the presence of impurities in the deuterium gas employed, 
the scattered beam contained protons elastically scattered from ordinary hydrogen 
and heavier nuclei in addition to those from deuterium. This is illustrated in figure 1 
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which shows the results of measurements of the distnbution in range of the scattered 
particles eXd — 45°, the arrows indicating the scattering nuclei responsible for the 
various peaks. 



Figuhb 1 Distribution in range of the particles scattered at 46° from impure doutenuni, 
protons elastically scattered from oxygon and nitrogen, peak (a); from deuterium, peak (b), 
from hydrogen, peak (c). Peak (d) is due to deuterons projected by the primary protons. The 
observed range is not corrected for the stopping power of the gas and foil 



Figukb 2. Angular distribution of 4 2 protons scattered from deuterium 

At angles of scattering between 40 and 90° the protons scattered by deuterium 
can be clearly distinguished from other groups and their intensity determined 
Beyond 90° the energy of these particles is so low that the tracks which they produce 
on entering the emulsion contain only a few grains and the counts on which the 
intensity measurements are baaed become unreliable, whilst at angles loss than 40° 
they cannot be distinguished from the protons scattered by nitrogen and oxygen. 
The intensity measurements are therefore confined to a restricted range in the 
value of d and the results are shown in figure 2. 
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Tho deuterons projected by the impact of the primary protons can be detected 
at angles between = 30° and Tj = 45° but their range is too low and too near that 
of the group arising from p-p scattermg for reliable estimates of their intensity to 
be made. In more favourable conditions, using pure deuterium and primary par- 
ticles of higher energy, such observations would be useful in supplementing the 
measurements on the scattered protons. The projection of a deuteron corresponds, 
for small values of to the backward scattering of a primary proton and measure- 
ments of the intensity of such projected particles lead to determinations of /(^) 
at large values of 0. It is difficult to obtain such information from observations on 
the scattered protons because of their very low energy at large angles of scattering 

(6) Scatienvjg of deuierovs by hydrogen^ plate Dll 
The measurements on this plate have also been referred to in I, p. 10 In elastic 
collisions with hydrogen the deuterons cannot be scattered through angles greater 
than 30° and the form of the curve representing tho angular variation of the scattered 
intensity shows a sharp edge at this angle which was employed to demonstrate tho 
angular resolving power of tho apparatus 

Simple considerations show that at any angle of scattering less than 30° there 
will be two homogeneous groups of elastically scattered deuterons of different 
energy Thus let v be the velocity of the incident deuterons In a collision with a 
proton the velocity of the centre of mass is 2i;/3 and, in this co-ordinate system, the 
velocities of the deuteron and the proton are v/3 and 2t;/3 respectively. Reference 
to figure 3 shows that if the angle of scattering of the two particles m the centre of 
mass system is this angle is related to the corresponding angle of scattering of 
the deuteron in tho laboratory co-ordinate system, 0 by the equation 

2 sin 0 = sin {^ — 0). 

There are two values of 0 between 0 and tt, and ^21 which correspond to any given 
value of 0 less than 30°, the corresponding velocities of the scattei*ed deuterons 
being represented in figure 3 by Ofl and OA respectively. Similarly the projection 
of a proton at an angle y corresponds to it being scattered in the centre of ma^ 
system, through an angle whore 0 = tt — 2^. 

In addition to the projected protons, we observe in tho conditions of our ex- 
posure only the groups of deuterons of longer range, except in the region near 30° 
The energy of the slower particles dimimshes rapidly as we proceed to smaller 
angles so that they are unable to traverse the foil and the gas filling tho camera to 
reach the photographic plate We therefore measure the intensity of the projected 
protons and of the faster group of the elastically scattered deuterons and the results 
are shown in paper I, figure 12. 

(c) Comparison of the p-d and d-p acaUering 
To compare the results of the two experiments we transform the observations to 
the centre-of-mass oo-ordmate system in each case. As we have seen, in this system 
the proton and deuteron approach in opposite directions and both are scattered 
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through the same angle For the pd collision the angle of scattering of the proton 
in the laboratory system, Op, can easily be expressed in terms of ^ Thus 

Bin dp = 2 sin (0 — dp) 


and if /(dp) are the corresponding intensities per unit solid angle in the two 
co-ordinate systems, we have 


7(0) = 1(0 


For the d-p collision, we have seen that the angle 17 at which the proton is pro- 
jected in the laboratory system is given by 0 = tt— 2^ and that values of I[^) can 
be determmed from the observed values of /(^). Other values of /■(0) can be deduced 
from the intensity, I{0^) of the elastically scattered deuterons The results obtained 
by the two methods overlap in a certain range of values of ^ and the points repre- 
senting the observations depart from a smooth curve drawn through them by 
amounts which correspond to the standard deviations associated with the finite 
number of tracks counted at any angle. 



Kioubb 3. Velocity diagram for the d-p collision OC ( = 2v/3) repreeentB the velocity of the 
centre of mafia of the two interacting particleu relative to the laboratory In tlie centro-uf- 
maas co-ordmato system the deutoron with velocity EC ( = v/3) approaches the proton of 
velocity FC = 2v/3 F or an angle of scattering in the centre-of-mass system the corresponding 
observed angle of scattering is 0, the observed veloci^ of the scattered deutoron being repre- 
sented by the vector sum of OC + Cli = OB Tho correspondmg angle of project luii of the proton 
IB Its velocity being represented by OD. 


The two Bets of values of 7(0) obtained from the two separate experiments, are 
plotted against 0 in figure 4- It is to be noticed that they are in difterent arbitrary 
units, and that the energies of the colliding particles in the centre-of-mass system are 
not the same Thus the collision of a 4-2 MeV proton with a deuteron is equivalent, 
in the centre-of-mass co-ordinate system, to the impact of a 8 4 MeV deuteron with 
a proton, whilst the actual energy of the deuterons employed in the present expen- 
ments is 6-7 MeV, In the case of the p-d collision, the measuiements beyond 6=1 10*^ 
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are based on counts of protons of very short range and the fall in the curve is to be 
attnbuted to the fact that some of the particles fail to reach the plate. It may be 
noticed that measurements of the absolute cross-sections for the collisions could be 
obtained, as in the expenments on p-p scattering described in II, from exposures 
employing suitable gaseous compounds or mixtures 



angle of Hcatlermg, 0° 


Figure 4. The p-d colliaion , variation of the Bcatiered intenaity 
m the contre-of-masa co-ordinate Hyateni, 

In the d-p collision there are other possible processes such as that represented 
by the equation + Q = — 2 - 2 MoV Any particles produced in 

this reaction will bo emitted within a cone of semi-vertical angle 13 - 5 ° about the 
axis of the deuteron beam and, in the conditions in which our exposures were made, 
they would not have reached the photographic plate because of their restricted 
range. Similar conclusions apply to the particles from other possible reactions 

Comparison with other experiments 

The curves shown in figure 4 display a pronounced minimum at angles of scat- 
tering near = 100°, and the scattered intensity rises sharply on each side of this 
minimum in a way which corresponds to a strong component proportional to 
i\(cos 0 ) in the amplitude of the scattered wave Similar conclusions were reached 
by other experimenters using primary protons of much lower energy Thus Taschek 
(1942) and Tuve, Heydenburg &; Ha&tad (1936), who made expenments with 200 
and 800 keV protons respectively, concluded that the observed angular vanation 
of the intensity of the scattered particles could not be accounted for in terms of an 
a oomponent in the scattered wave alone, and that it was necessary to assume 
appreciable contributions from waves of higher angular momentum. 

There appears to be no detailed theoretical treatment of the proton-deuteron 
coUision, although Buckingham & Massey ( 1941 ) have dealt with the similar problem 
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of the scattering of neutrons by deuterons. To provide sufficient material for testing 
any formalism describing the interaction of the two particles it would be of great 
advantage if scattering experiments could be made at a number of values of the 
energy of the primary particles in a wide range. 


4. The proton-heijon collision 

The plate obtained in the exposure with helium as the scattering gas, P 1 8, was 
very satisfactory and measurements of the range and intensity of the scattered 
particles were made at a large number of angles in the interval from d = 1 5° to 
0 = 106° The energy of the scattered particles was found to vary with 0 in the way 
to be expected if they are produced by the elastic scattering of the primary protons 
by helium nuclei The range of the a-particles projected by proton collision was too 
low for them to reach the plate in the conditions of our exposure 



Figure 6, Scattering of 4 2 MeV protons by helium. 

The results of the intensity measurements are given in figure 5 (a) where they are 
shown transformed to the centre-of-mass S3rtem of co-ordinates The results are also 
expressed in terms of the quantity R{d), the ratio of the actual scattered intensity 
to that expected from the Rutherford formula. Since these results were obtained, 
Heydenburg Sc Ramsey (1941) have published an account of observations on the 
p<c collision, working with protons in the energy interval between 1 and 3 MeV. 
If we plot their values for S{0) at a particular angle as a function of the proton energy 
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we can extrapolate to obtain the absolute value of R at this angle for 4*2 MeV 
protons. From our present results we can then determine the values of JZ at 4-2 MeV 
for all other angles. This has been done in figure 0 where Heydenburg and Ramsey's 
measurements are represented by open circles It will be seen that the value 
JZ(60°) = 61 at 4-2 MeV, lies on the curve through Heydenburg and Ramsey’s 
results and that the values at other angles thus detormmed also lie smoothly on 
their curves 



Fiacnii: 6. Ratio to Hutherrord scat boring m llie p-a, collision. The full circles reproaont the 
results of the present meoauremonts adjusted to give a value for R (OU^’) of 61 at 4 2 MeV. 
The results of tlie ineuaurements of Hoydenburg and Ramsey are shown by tho open circles 

M. Tsien informs us in private discussion that he has made a theoretical in- 
vestigation of the p-a collision, treating it as a 'mixed-resonance' problem His 
results are in satisfactory agreement with the measurements shown in figure 5 and 
with his own observations on tho scattering of a-particles by protons. Landau & 
Smorodinsky (1944) point out that, in order to provide sufficient information for a 
rigid check of any theoretical interpretation of the collision, it is important to make 
a series of experiments at closely spaced intervals in the energy of the primary 
particles. 


6. Experimekts with oxygen and nitrogen 

For investigating the scattenng of protons by the nuclei and 0“, exposures 
were made with the camera filled in turn with commercial nitrogen and oxygen 
from cyhnders. In both cases the range distribution of the scattered particles shows 
a single peak with a mean range at any angle equal to that expected for elastically 
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scattered protons. The results for the two gases are shown in figure 7 and fl which 
give the observed values of 1(6) for the scattering of 4- 2 MeV protons from mtiogen 
and oxygen respectively. 



Fiqvrs 7. Klaatic scattering of 4-2 MeV Fioubb B. Elastio scatteruig of 4-2 MoV 
protons by nitrogen. protons by oxygen. 


The main features of these ourves are well accounted for in terms of a formula 
(Mott h Massey 1933) which expresses the scattered Intensity in terms of the inter- 
action of the Coulomb term with P waves, etc. This formula may be expressed 
in the notation of the present paper in the form- 


i*(0) = 


l + -sin* 2 (2 n+ l}fJj(cos^) , 
a 0 


where 


a 


27rZ^ZV 

hv 


Z' being the atomic number of the incident particles, Z" that of the target nuclei 
and V the velocity of the primary particles m the centre-of-mass system of co- 
ordinates. The quantities ^q, etc , in this formula define both the amplitude and 
the phase of the different harmonic components interacting with the Coulomb 
term to give the amphtude of the scattered wave 

We are indebted to Professor Mott and Miss E. M. Littleton lor a number of 
numerical calculations of values of Jt{^) from this formula of which examples aie 
represented graphically in figure 9 The different curves are calculated for the values 
of £0 indicated in the figure, the coefficients £2, etc., corresponding to waves of 
higher angular momentum, being put equal to zero, and a being taken as 0-03 
throughout, a value appropriate to the collision of 4-2 MeV protons with nuclei. 
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A compariBon of figures 7, 8 and 9 shows that there is a general similarity between 
the form of the curves representing the angular distribution of the scattered in- 
tensity as determined by experiment and the theoretical curves in the same angular 
range corresponding to a suitable value of It is shown in the following paper that 
the presence of even small contributions from waves of higher angular momentum 
greatly modifies the form of the curves representing angular distributions We 
may therefore conclude from the present results that the main features of the 
scattering in these collision processes can be described by the interaction of the 
Coulomb term with an jS-wave only and that effects due Xo P^D waves are small 



Figure Q. Calculated values of the variation with angle of the intensity of elastically scattered 
protons The value of the constant a, 0 63, corresponds to the case of the collision of 4 2 MeV 
protons with oxygen. The values of fg, the parameter which defines the amplitude and phase 
of the iS-wave, are indicated against the corresponding curves 

To make a more precise companson of the theoretical and experimental results 
it IB convenient, since we cannot determine the absolute values of R(d) from our 
observations, to compare the ratio of corresponding to different values of 
to the value of the same quantity at an arbitrarily chosen angle, tp = 60°. Thus 
figure 10 shows the variation with 0 of the quantity i2(^)/22 (60°) as deduced from 
the formula of Mott and Massey for various values of The corresponding experi- 
mental curves for the scattering of 4-2 MeV protons by carbon, nitrogen and oxygen, 
are shown by the full lines in the same figure. It will be seen that m each case there 
is a general agreement with the theoretical curves if fg is given a suitable value . W e can 
thus obtain approximate values for £g in the different cases which are shown in table 2. 

In future experiments it will be necessary to measure the absolute values of the 
cross-sections for the collision processes at a number of values of the energy of the 
primary protons and to extend the measurements over the whole angular range. 
Observations at large angles of scattering are particularly important m the deter- 
mination of more precise values of gg and in estimating the magnitude of contribu- 
tions from higher terms. 
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Fiouhe 10 Comparison of exponmental determinations of i2(^)/iZ (60°) with theoretical 
values deduced from the formula of Mott & Massey. The values of cl correspond to the 
collision of 4 2 protons with the different nuclei. 


Table 2, Elastic scattering of 4-2 MeV protons 


scattering 



nucleus 

a 

fo 

C 

0-48 

126“ 

N 

0 60 

166“ 

0 

0 63 

140“ 


6 Experiments with neon 

The results of measurements on the distnbution in range of the particles scattered 
through 00*^ by neon have already been published (Powell, May, Chadwick & Pioka- 
vance 1940) and show that two groups of particles are present. The more energetic of 
these has a mean range corresponding to that expected for protons scattered elastic- 
aUy We attribute the second to inelastically scattered protons from Ne***, the struck 
nucleus being left in an excited state at 1-6 MeV after the collision. Such an excited 
state has already been observed in experiments on the neutrons from the reaction 
F“(ci,n)Ne“; Bonner (1940), Powell (1940, 1943). 
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At smaller angles of scattering other groups of particles of low range appear, and 
figure 11 shows the distribution obtained by plotting together the results of all 
measurements made at 60, 42-6 and 27-6° The peak at 8 8 divisions corresponds 
to the formation of Ne^ m the first excited state at 1-5 MeV It seems reaeonablo to 
attribute the group at 13-0 divisions, because of its low intensity, to inelastic colh- 
Bions of the primaiy protons with Ne**, and, if this interpretation is correct, the 
corresponding excited state is at 0-0 MeV. Similarly the peak at 5-0 divisions corre- 
sponds to an excited state at 2-0 MeV in one of the stable neon nuclei. 



range in diviaiona (1 division 1*46 cm. air) 


Figubb 11. Inelaafcio scattering of protons from neon. Distribution in range of the 
melastically scattered protons from observations at 60, 42 6 and 27-6°. 



F1GT7BB 12. Inelastic scattering of 4 2 MeV protons by neon. Angular distribution of the 
intensity of the group ooiresponding to the formation of Ne*** m an excited state at 1-6 MeV. 
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We have examined the variation in intensity of the main group of inelastically 
scattered particles over the range from 40 to 90*", and the results are shown in 
figure 12. The sharp rise m the intensity at small angles emphasizes the importance 
of this angular region, a conclusion strongly reinforced by experimei^ts on (d,p) 
reactions using fast deuterons In many scattering and disintegration processes 
With primary particles of high energy there appears to bo a strong probability of 
the product particles being emitted at small angles to the direction of the primary 
beam 

Observations of a similar character on inelastic scattering have been made by 
Wilkins & Kuerti (1940), Wilkins & Wrenshall (1940), Wilkins (1941) and Ilicke & 
Marshall (1943). Wilkins studied the inelastic scattering of OMoV protons incident 
on a foil of magnesium, measuring the distribution in intensity of the inelastically 
scattered protons in the interval from 60 to 1 60*^ and showing that there is a maximum 
m the neighbourhood of 90*" It seems clear that in experiments of this kind wc are 
approaching phenomena of considerable complexity and that it is important to 
make a detailed examination of the variation in intensity of the different groups of 
inelastically scattered protons over the whole angular range, using primary protons 
of a number of different energies. The experiments with 6 MeV protons show that it 
is a considerable advantage to work at higher energies than were available in our 
experiments. At 4 MeV the ratio of inelastic to elastically scattered particles is 
inconveniently small with elements of higher atomic number than 10 Our experi- 
ence suggests that it would be jmsaible to use the present methods with primary 
proton energies up to 15MoV and this should make it possible to make a detailed 
examination of the excited states of even heavy stable nuclei 


7 Experiments with argon 

An exposure was taken with the camera filled with cylinder argon at a pressure of 
5 cm of Hg The range distribution of the tracks in this plate shows a sharp peak 
corresponding to the elastically scattered protons, and the variation of its intensity 
with angle follows the Rutherford law closely for angles of scattering between 2(1 
and 70*", see I, p. 16. In addition there is a small number of tracks of shorter range, 
of which the number at any one angle is too small for a reliable analysis In figure 1 3 
the distribution in range of all tracks of length less than 15 cm. standard air is shown 
irrespective of the angle of emission They form two distinct groups at 1-6 and 5-5 
divisions respectively, corresponding to ranges in air of 3 0 and 8 6 cm respectively 
when allowance is made for the stopping power of the gas in the chamber, etc 
The range of both those groups is greater than that to bo expected for a-particles 
from the reaction 

A« + H^^Cl” + He^ 

for which the release of energy calculated from the masses (Livingston & Bethe 
1937) is 1-28 MeV. We therefore suggest that they are due to the inelastic scattering 
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of the incident protons the energy of the corresponding excited states in being 
at 1 6 and 2 4MtiV respectively It is necessary to obtain results with more energetic 
protons before attempting a more detailed analysis 



Ftotjhe 13. Short range particles from argon 


8 Scattering bv chlorine and bromine 

The exposures for these experiments were made by filling the camera with the 
vapours of OHCl^ and CH^Br Because of the high nuclear charge of the chlorine 
and bromine atoms relative to those of the other elements in these compounds, most of 
the scattered protons arise from colhsions with the former The results are thus very 
little affected by the presence of carbon and hydrogen nuclei in the scattering vapour. 
In plate P 16, obtained with chloroform as the scattering vapour, there are indica- 
tions of the presence of short-range groups but their intensity is even lower relative 
to the elastically scattered protons than m the experiments with argon, and we have 
not measured a sufficient number of tracks to give a reliable range distribution 

In the experiments with bromoform it was found that near 0 = 90“ the energy of 
the mam proton group did not vary with angle m the way to be expected if it is due 
to the elastic scattering of the pnmary particles by bromine nuclei Thus the energy 
at the larger angles of scattering was lower than that expected by about 300 keV 
This was found to be due to the presence m the mam group of an appreciable fraction 
of protons elastically scattered from carbon Because of the slow variation of the 
intensity of these protons with angle, due to the iS-wave scattering, their number 
relative to those scattered from bromine becomes appreciable beyond 70“ and, 
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although they are not resolved from the latter, they produce a displacement of the 
mean energy of the group 

The experiments described in this paper were undertaken as {>arb of an extended 
programme in collaboration with Sir James Chadwick and his colleagues in Jjver- 
pool, but, as a result of the war, we alone were able to proceed with the measurements. 
We are indebted to them for their agreement that we should pubhsh the results 
here presented, 

The measurements were made in the H. H. Wills Physical Laboratory, Umversity 
of Bristol and one of us (A N M ), is indebted to Professor A M. Tyndall for hospi- 
tality in the laboratory during the years 1940 to 1942. 
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The elastic scattering of 6-5 MeV deuterons by 
deuterium, helium and other light elements 

By K. M Guooenheimeb, H Heitleb and C, F. Powell 
The H. H. Physical Laboratory, Universdy of Bristol 

{Commumcated by A M. Tyndall, FR.8 — Received 4 June 1046) 


The methoclH pravioiiHly doaenbed have been applied to a study of the acabtenng of 0 6 MoV 
deuterons by doulenuin, hebum, carbon, nitrogen, oxygen and noon In the case of 
deuterium, helium and oxygen the elastically scablered deuterons can bo clearly distin- 
giuslied at all angles of scattering from groups of particles due to other nuclear processes. In 
experiments with these goees it is thus possible to determine the angular venation of the 
Bcattorod intensity The results show that P and D terms make appreciable contnbutions to 
the amplitude of the scattered wave This result is in contrast with that obtained pre- 
viously in exfjerimenbs with protons of approximately the same speed, in which it was 
found that the scattered intensity could bo described by an mteraction of the Coulomb term 
uith an iV-wave only 

, In experiments with enrbon, nitrogen and neon, the peaks m the range distributions due to 
the elastically scattered deuterons ore confused with those producoil by protons or cl- 
particlos from [d-p] and (d-a) reactions, and the results are less robahlo or are confined to 
restricted intervals m the angle of scaiteniig. The Q values of the reaotioiis giving rise to the 
proton groups liavo been dotorniinod and values thus obtained of the energy of a iiiunber of 
excited states in tho product nuclei 

A study uf Die variation with the angle of scattering of the range of deuterons elastically 
scattered by helium nuclei is nhowii to alTord a method of investigating the rangn-onergy 
relation for an emulsion which has advantages over that previously employed 


1. Intboduction 

InpreviouH papers (Chadwick, May, PickaYance& Powell 1944, May & Powell 1947 
(see p 170) , Heitlcr, May &, Powell 1947, (see p 180)) which will be referred to as 
I, II and ill respectively, experiments have been described on the scattering of the 
beam of 4 2 MeV protons delivered by the Liverpool cyclotron Gaseous ‘targets’ 
of the different elements wore employed, the scattered particles being detected by tho 
tracks which they produced in a photographic emulsion This paper describes similar 
observations with 6 6 MoV deuterons As m the case of the work with protons, the 
experiments constitute only a preliminary survey of the extensive field of mvestiga- 
tion which it will bo necessary to examine in detail to provide sufficient material 
for testing any theory of the various collision processes. 

The details of the exposures given to the plates from which the present measure- 
ments were obtained are given m table 1. Since no provision had been made for 
measuring the current in the defined douteron beam, the exposure given to any plate 
is defined in terms of the product of the time of exposure and the current m the main 
beam as measured by the collecting electrode, see paper I, figure 2 The current m 
the defined beam is of the order of 1 % of that recorded 

[ 1B« ] 



Elastic sccUtenng of 6-6 MeV deulerons by deuterium and helium 197 

The 23 expoBurea in aeries D were obtained in the oourse of 2 days in January 
1941, most of the measurements on the resulting plates being made in 1041 and 1043 
Attention may again bo directed to the great saving in the operatioii-timo of the 
cyclotron which the photographic method allows for experiinontal work of this type 


Table 1 


plate 

number 

Hcattonng ga8 

pressure 
(ern of Kg) 

exposure 
(^A-nun ) 

D,19 

helium 

60 

15 

D 23 

doutenmn 

3 

50 

D 9 

oxygen 

30 

10 

D 10 

oxygen 

30 

60 

D 6 

nitrogen 

10 6 

40 

D7 

acetylene 

30 

10 

D8 

acetylene 

30 

40 

D 20 

noon 

7 

30 


In the work with protons the scattered particles at any angle, even in the most 
complicated coses, consisted of only a few homogeneous groups due to the elastic 
or inelastic collision of the primary particles by the target nuclei In the present 
experiments we meet with phenomena of much greater complexity, for the elastic- 
ally scattered deuterons are in general accoinpamed by a-particles and protons from 
(d-a) and (d-p) reactions. Further, these disintegration particles are not homo- 
geneous but are distnbuted in a number of groups of different energy corresponding 
to the formation of the product nuclei in one or another of various possible states 
As a result of the presence of the disintegration particles, the curves representing 
the distribution in range of the tracks observed at any angle of scattering show a 
number of peaks which are sometimes im|)crfectly resolved from one another. In 
experiments with deuterium, helium and oxygen, however, the elastically scattered 
deuterons can be clearly distinguished from other groups and their intensity, I{0), 
measured in a wide range of angles. On the other hand, in the exposures with scat- 
tering gases containing carbon, nitrogen and neon, the interpretation of the results 
IS made difhcult by the presence of proton or a-particle groups of nearly the same 
range as that of the elastically scattered deuterons As a result the intensity measure- 
ments are less reliable or are confined to restricted intervals in the value of d 

2, Energy of the primary deuterons 

In I it was shown that the moan point of soattermg of the primary particles changes 
with the angle of scattering and that there is thus a steady fall m the value of the 
quantity E%esd increases from 10 to 170° In the previous work with protons the 
variation was very small but it is appreciable in the present experiments owing to 
the higher gas pressures employed in the camera The actual values of E% in a par- 
ticular exposure can be determined in the following manner- 

The mean range, of the elastically scattered particles at a particular value of 
0, fi, is determined by measuring the length of the tracks produced by the particles 



198 


K. M. Guggenheimer, H. Heitler and C. F. Powell 

in the appropriate area of the plate Allowance la made for the loaa in range which 
the particlea Huffer, in traveraing the foil and the gas in the camera, before reaching 
the plate From the observed value of can be determined from the range- 

energy relation for the particles. The value of can then be found since it is simply 
related to E^, d and the masses of the two particles interacting in the collision 
can then be deduced from the range-energy relation. 

If r is the internal radius of the scattering tube, s the stopping power of the gas 
in the camera at the pressure employed during the exposure, then the value of pi”, 
corresponding to 0 = is given by the equation 

Po = p\” + s.r cot 0 

The value for pg is employed to determine pi” and then pj can be determined for all 
other angles. Values of Eq follow from the range-energy relation 

In making such calculations, the value of a for any gas is determined from the 
values of the atomic stopping power of the atoms composing it given by Livingston 
& Bethe (1937)- It is assumed, as a sufficient approximation, that the atomic stop- 
ping powers of the various elements do not vary with the speed of the particles in 
the range of energy involved 



FiauBB 1 Varmbion with S of Eq, tho inoan energy of the 
primary deuterone Ht the mean point of scattering 

The resulting values of E^ for the exposures from which the present measure- 
ments were obtained are shown in figure 1 It will be seen that in the cose of the 
exposure with oxygen, El vanes from 6 6MeV at 0 = 10° to 6 OMeV at 0 = 170° 
In the interval from 0 = 40° to 0 = 140°, however, the change m the magnitude 
of El IS only 0 l.lMcV, a value which we shall show to be much less than the spread 
in energy of the primary deuterons emerging through the defining slits from the 
cyclotron tank It is in this latter range of angles that the curves representing the 




Elastic scattering o/ 6-5 ilfeF deulerons by deuterium and helium 199 

observed variation of the intensity of the elastically scattered deuterons display the 
most interesting features and we may conclude that the variation in E% will have no 
serious influence on the results 


EXPERIMENTS WITH HKUUM 
3 Thk hanoe energy relation for the emulsion 

We have examined the plate taken with helium as the scattering gas in consider- 
able detail as it provides a means of testing certain important features of the method. 
The observations show that the elastically scattered deuU'rons give nae to the most 
prominent group in the range distnbutiona at all angles of scattering and figure 2 
shows a typical example for 61 = 12 5 ° It is convenient to transform the observed 
distribution in range to a distribution in energy, assuming all the particles to be 
protons and using the appropriate range-energy relation The advantage of this 
procedure is that it gives a less extended scale, the peaks due to different groups all 
having approximately the same width at half maximum In such a distribution the 
position of the peak due to the elastically scattered deuterons will not of course 
indicate the true energy of the particles It will be seen from figure 2 that, in addition 
to the elastically scattered deuterons, tracks of shorter range are also present We 
attribute these to protons arising from the reactions represented by the equations 

+ and HeJ-|-Hf^He5-f-H} + wj (see below). 

The range of the a-particles produced by the impact of the primary deuterons on 
helium nuclei is too low for them to reach the photographic plate in the conditions 
of the exposure 

Figure 3 shows the observed variation with 0 of the mean range of the elastically 
scattered deuterons, pf Simple mechanical considerations (see Appendix) show 
that the energy of these particles, should vary with 6 according to the relation 

El = where 6 = S -\-0 and sintf = isin0. 

® “ "sin*6y ^ 

In previous work it has been assumed that the range of a particle in the emulsion 
bears a constant ratio to its range in air irrespective of the nature of the particle and 
of its speed. Although it is clear that this assumption can only be approximately 
true, the previous experiments suggested that any errors to which it leads are in- 
significant m view of the limitations to the precision of the method in its present 
stage of development In accordance with this assumption the full line m figure 3 
IS plotted from values of the range of the scattered particles based on calculated 
values of El, assuming that the stopping power of the emulsion is constant for 
deuterons of aU energies and equal to the value for protons previously determined 
(lOp = 14-6 mm of standard air, Powell 1943). The values of the moan energy of 
the primary deuterons for different values of 0 , E% were calculated with the same 
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assumption, from the .observed range of the scattered particles at d = 15°. The 
experimental point at 15° therefore necessarily coincides with the curve. 

The accuracy of the range determinations is clearly displayed in figure 3, the 
average departure of the experimental points from the curve being less than 2 mm 
air. 8uch an error corresponds to only 0 05 MeV in the estimate of the mean energy 



Fioijrk 2 Obsorvod range diHtnbutKiri at = 12 S'* traiiaformod to an oiiorgy sralw lUtHurning 
all parfcif lo9 to bo proboiia P«ak (a) ih due to the olofitically scatteretl deiitorcmH, (b) Lo 
disintogratinn protonn 



FiniJRE 3 Variation of tlie mean range of the elastically Hcattered deutorona with angle of 
scattering, 0 Tho full line la calculated from the observed range at 15*^ assuming the stoppmg 
of the emulsion to boar a constant ratio to that for air for douteroiis of nil energies in the 
interval from 2 to 7 .\feV. 


of the particles composing any group. Further, the consistency between tho experi- 
mental points and the full line indicates that the assumption of a constant stopping 
power is ] ustified , with the precision that the method at present affords, for deuterons 
with energies between 6-5 and 2 MeV The stopping power of a matenal for protons 
has tho same value as that for deuterons of the same speed The observations there- 
fore provide additional support for the assumption that the stopping power is 
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independent of the energy in the ease of protons and deuterons. The previous experi- 
ments (Powell 1943) indicated that such an assumption is also true for a-partioles 
The constancy of the stopping power of the ordinary ‘half-tone’ emulsion is 
presumably due to the fact that most of the atoms are of carbon, nitrogen and 
oxygen, with a mean atomic number close to the value for air F Cuer, m this 
laboratory, has mode calculations of the range-energy relation for the new ‘con- 
centrated half-tone’ emulsions (Powell, Occhialini, Livcsoy & Chilton 1946) in which 
the proportion of silver hahde is greatly increased He finds that very considerable 
variations of the stopping power are to be anticipated, For work of greater precision, 
which becomes possible with the new emulsions, it will be important to make an 
accurate determination of the range-energy relation for protons, a-particles, etc , 
in the now emulsions For this purpose the present method, which enables us to 
measure the lengths of the tracks of groups of deuterons of any desired mean energy 
111 a continuous range of values, has certain advantages over that in which the 
observations are restricted to a few homogeneous grouyis from particular nuclear 
reactions Similar measurements with protons can be made by observations of the 
scattering of these particles by deuterium and helium 


4 Inhomogbnkity in the energy ov the primary deitterons 

In I, the angular resolving power of the methoil. which depends on the distribution 
of the actual angles of scattering suffered by the particles producing the tracks 
recorded in any small area of the plate, was determined A second important technical 
aspect of the method is its capacity to distinguish homogeneous groups of similar 
})ai tides of different energy This question has also been examined m previous 
experiments (Powell 1943) by measuring the distribution m length of the tracks 
])roduced in the emulsion by homogeneous groups of fast pro tons and a-particlcs from 
various nuclear transformations Using the range-energy relation such observations 
can be transformed to a distribution in energy The width at half-maximum of the 
peak thus obtained, in experiments with a given homogeneous group, is defined os the 
'energy resolving power’ and the previous experiments indicated that this quantity 
has a value less than 0 3 MeV for proton groups of any energy in the interval from 
2 to 13 MeV, when using the ordinary ‘half-tone’ emulsion 

In the present experiments the width at half-maximum of the peak in the curve 
representing the distribution in energy of the deuterons scattered by helium at 
0 = 20° is 0-7 MeV, a value much greater than that obtained previously in the 
experiments with protons. It can be shown, however, that this result is not due to 
a reduction in the precision of the range measurements, but is caused by a lack of 
homogeneity in the energy of the primary deuterons. Thus figure 4 shows t3q)ical 
examples of the distribution m energy of the deuterons scattered from hohum at 
various values of 0 in the range from 15 to 100°. 

Figure 4 shows that there is a steady decrease in the width of the peaks at half- 
maximum, as the angle of scattering increases. This effect is represented 
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graphically in figure 5 which shows the vanation of as a function of the mean 
energy of the particles in the corresponding group A decrease of this character is 
to be expected if there is a spread in energy of the pnmary particles. Thus, from 
equation (1), it follows that A El is related to the corresponding quantity for the 
primary particles, AE%^ by the equation 

AE<> = AEl-^, ( 2 ) 

We have estimated the values of the half-width of the peaks to be expected for 
different values of AE% and the line in figure 5 is calculated on the assumption that 
this quantity has a value 0 6 MeV, and that, in accord with the results of previous 
experiments, the half-width of the peak corresponding to a strictly homogeneous 
group of particles is 0-3 MeV The good agreement of the experimental points with 
this line shows that the present measurements of the lengths of the tracks and the 
energy -resolving power are of the same order of piecision as that previously attained. 



Fioitre 4 Knergy distribution of oloatiuaJly scattered ileuterons at various angles of scat- 
tering, 0 The peaks are scaled to givo the same maximuTn intensity. They have been deduced 
from the observed range distributions, using the appropriate range-energy relation for 
deuterons and assuming that the emulsion has a constant stopping power (10/t= 1 46 cm air). 



Fiuure n Diminution of observed width at half-maximum with improved 
homogeneity of scattered deuterons. 
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5 AngITLAB distribution of THR ELASTICA1.LY SCATTKBBD DEUTERONS 

The observed angular variation of the intensity of the elastically scattered deu- 
tcronSi when transformed to tlic centre-of-inass co-ordinate system, is represented 
in figure 6 (a). The results arc based on the measurement of a total of 6000 tracks at 
the various values of ^ In a previous paper it was shown that the scattering of 
4-2 MeV protons by oxygen, nitrogen and carbon nuclei could be accounted for in 
terms of a formula of Mott & Massey which expresses the scattered intensity in 
terms of the interaction of the Coulomb term with *S, P and other waves In this 
formula the amplitude and phase oi the /if-wave are both defined by a single para- 
meter fo and curves wore given (HI, figures 9, 10) corresponding to various values 
of from 0 to n, the values of the constant a being chosen to correspond to the 
collision of 4 2 MeV protons with the different nuclei 



Fiuuhx; 0 Elaatic scattering of 6 0 MeV deuterons by helium The theoretical curves are 
calculated Trom the formula of Mott and Massey, foi £i and being given the values indicatod , 

a = 0 25 Curve (6) ^ , fi = ^. fi = 0. Curve (c) = — , Si = ^*^12 


In the case of the d-a collision, with 6 6 MeV deuterons, the appropriate value of 
a is 0'25 and W'C have calculated similar curves from the formula, putting the para- 
meters £ 2 * > equal to zero The resulting family of ounces is similar to tliat for 

a = 0 63 previously given and it is clear that the present experimental curve shows 
more complicated features than can be described by such a simple formula We have 
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therefore made further oaloulations taking into account contributions from waves 
of higher angular momentum, and the results are included m figure 6, curves (6) 
and (c). The general form of the experimental curve is then found to be reproduced 
by the theoretical curves, and, in particular, the point of inflexion at 0 = 30°, the 
fall to a minimum at 70° and the subsequent rise Curve (c) is calculated with 


- _ Stt r _ ^ 

bO — I 


and 


£ = — 
12 


and shows that a small contribution from the D wave has an important effect on the 
calculated intensity distribution Wo have not attempted, at this stage, to determine 
values of So. Si and ^2 which reproduce most closely the detailed features of the 
experimental results. It is clear, liowever, that the latter can only be accounted for 
in terms of an interaction of the Coulomb term with jS, P and D waves This result 
appears to bo a general feature of the scattering of 0-5 MoV deuterons by the hglit 
elements in contrast with that obtained in the experiments with 4 2 MeV protons 
in which the particles have approximately the same speed 


6. TllJfi DISSOCIATION OK deutkhons by impact with heuons 

We referred in a previous paragraph to the particles of shorter range which 
appear at small values of d and which we attributed to disintegration protons The 
diHcnmmating power of the emulsion, the difference in the density of tracks produced 
by protons, deuterons and a-particlcs of the same range, is not sufficiently groat 
with the ordinary ' half-tone ’ emulsion to enable us to identify the short-range tracks 
by inspection and we have not attempted the method of gram counting for this 
purpose in this particular case If we assume that the particles are protons from the 
reaction Q we can transform their observed distribution in 

range at any particular angle, to an energy scale in terms of Q, the energy release in 
the reaction (see Appendix). The results for the distribution at different angles can 
then be assembled together and figure 7 shows the results of measurements of 400 
tracks at 12 5, 15, 25, 35, 40 and 45° There is good evidence from this figure of a 
peak at Q = — 2 9 MeV. 

If the group of protons composing the peak is attributed to the reaction 
Ue^ (d, p) He^, the corresponding massof He^ is 5 0137 massumts, a value equal to that 
obtained by Williams, Shepherd & Haxby (1937) m experiments on the a-particles 
emitted from a hthium target under deuteron bombardment These authors deter- 
mined the distribution in energy of the emitted a-particles using counter methods 
of detection They found evidence for a broad peak, superposed on the continuous 
distribution of particles from the reaction Li^ -h H* -> 2He* -h which they attnbute 
to a-particles from the alternative reaction 

Li’-hHa^He^-l-HeS. 

The mass of the nucleus was determined from the mean energy of the a-particles 

composing the peak The authors suggest that the breadth of the peak is to be 
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asBOoiated with the short mean hfe time of the recoiling nuclei before each dis- 
sociates into an a-particle and a neutron, a process which the observed mass indicates 
to be energetically possible Corresponding to the short lifetime, the mass of a 
Ue^ nucleus may have any value m a range defined by the uncertainty principle, and 
the momentum and energy of the a-particlo recoiling from it is correspondingly 
indefinite 



FiacHE 7 Distribution in energy, Q, of the protons produced by the 
collision of 6 6 MeV deuterons witli holnim nuclei 


Tt IB reasonable to suppose that the proton group shown by the curves m figure 7 
can bo interpreted in an analogous manner as due to the formation of short-hved He^ 
nuclei The continuous energy distribution of protons on which the peak is super- 
poBod iH, we suggest, to be attributed to the dissociation of the intermediate nucleus 
into three particles in accordance with the equation 

Whether or not the intermediate formation of He^ plays a role in the colhsion, the 
final result is the production of a neutron and a proton so that the process can be 
regarded as one in which the deuteron is dissociated by impact with a hehon 


EXPERIMENTS WITH DEUTERIUM 
7, Dbutbsbon-deuteeon scattering 

The scattering of 7-0 MeV deuterons by deuterium has been studied over the 
angular range from 10 to 60°, the observed variation of 1 ( 6 ) with 0 being shown m 
figure 8. The peak due to the elastically scattered deuterons forms the dominant 
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feature of the range distribution at all angles* the number of protons and tritons from 
the reaction + H® ->■ H" + H* being relatively very small. It is a satisfactory feature 
of the measurements that the /(^)* 0 curve, m which the results are transformed to 
the centre of mass co-ordinate system, is symmetrical about the line 0 = within 
the accuracy of the measurements, corresponding to the equivalence of the two 
interacting particles. 



FiauuE 8. The collision of 7 MoV deuteronH with deuterium. 

Angular distribution of the elastically scattered deuterons 

A comparison of the results with those for the proton-proton collision (see II, 
p 170) shows that we cannot account for the scattering in terms of an interaction 
between the Coulomb term and an #Si-wave alone, and that contributions from waves 
of higher angular momentum are of importance Tins is to be expected since the 
de liroglie wave-length for the collision is 2 4 x 10 cm. whilst the estimated range 
of the nuclear forces is about 7 x 10 ~^’ cm. It is therefore reasonable to expect strong 
scattering for the wave of angular momentum 1 = 2 (Livingston & Bethe 1937 ) 
Because of the symmetry of the two particles, only contributions from spherical 
harmonics of even order will appear, but we have not yet attempted to determine 
their relative importance Since the final expression for the scattered intensity 
appears as the square of the sum of a number of terms involving the different har- 
monics, it is not possible to deduce the magmtude of these terms directly from the 
observations and a method of trial and error has to be adopted involving laborious 
computations 
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For comparison with theoretical results the actual values of the scattcied intensity 
at the various values of ^ are shown in table 2 


Table 2 . Deuteron-dkuteron scattering at 6 6 MeV 
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/(^) IS in arbitrary units, 

EXPERIMENTS WITH OXYGEN 
8 Range disthtrutions from the d-0'® collision, 

IDENTIFICATION OF THE DISINTEGRATION PARTICLES 

Typical range distributions obtained from measuroments on the plate taken with 
oxygen as the scattering gas are shown in figure 9, the angles of scattering being 
30, 90 and 150®, resiiectively There are four distinct peaks labelled a, d, andp,- 
The peak (d), which is clearly resolved at all angles, has a range which accords at 
all values of 0 with that expected for elastically scattered deuterons We attribute 
the two peaks and pj protons from the reaction (d,p) the two groups 
corresponding to the formation of in the ground state or in an excited state at 
0 H3MoV (Cockcroft & Lewis 1936 ) 

Confirmation of this intiTpretation of the origin of the long-range particles is 
provided by the observed changes in the ranges of the two groups with 0 Owing to 
the relatively small mass of the oxygen nucleus, the motion of the centre of mass 111 
the collision is appreciable and the mean range of the protons in the fastest group 
decreases from 85 cm of air at 10 ® to 47 cm at 170°. If, as in the case of the helium 
results, we transform the observations to the centre-of-mass co-ordinate system and 
express the proton distributions on an energy scale in terms of the energy release, Q, 
in the reaction, wo obtain the result shown in figure 10 . The curve is based on the 
moasiirements of a total of 4600 proton tracks, made up of 23 sets of 200 each, from 
observations at different angles ranging from 1 1 to 166®. 

This method of analyzing the results provides an exceptionally severe test of the 
precision of the method Any departures from the basic assumption about tho range- 
energy relation for the emulsion, and any inaccuracies in the determination of 
or of the measured length of the tracks, will lead to a loss of detail in the proton 
distribution In fact the width at half-maximum of the two peaks into which the 
experimental curve shown in figure 10 is resolved is 0 0 MeV, the value to be anti- 
cipated owing to the observed inhomogeneity in energy of the pninary deuteron 
beam. 



ber of tracks pCT division 
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“r” T 1 1 ^ 1 



range m oye-piece scale divisions (1 division = 1 46 cm air) 

Figure 9 Distribution in range of tracks from the bombardment 
of oxygen by 0 3 MeV deuterons at <9 = 30, 00 and 150°. 



energy release, Q in MeV 


Fiovbb 10. Distribution in Q, energy release mMeV, of protons from the reaction O'* (d, p) O'*. 
Aeaults of measurement of 4700 tracks at 23 different angles m the mterval from 11 to 106°. 
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The result shows that the particles are correctly identified as due to protons from 
the reaction O** (d,p) and gives a value of 0-86 MeV for the excited stAto in 
corresponding to the x>eak of lower energy. This is in excellent agreement with the 
value, 0-83 MeV, obtained by Cockcroft & Lewis (1936) in experiments with slow 
deuterons and by Burcham & Smith (1938) from the reaction (d, a) The 
observed Q value for the formation of in the ground state, 1-8 MeV, is a little 
less than that calculated from the best determinations of the masses, 1-95 

We have not succeeded in establishing the nature of the particles of short range. 
If we regard them as protons from the reaction (d, p) the energy of the corre- 
sponding state m is not in agreement with any of the values found by Burcham 
& Smith (1938). The width of the peak in the range distribution observed at any angle 
is larger than that expected for a homogeneous group of particles, and whilst some of 
the tracks have a length equal to that expected for a-particlcs arising from the 
reaction {d^ a) others are too long It is possible therefore that we are dealing 
with different groups of protons and a-particles The discriminating power of the 
now emulsions now available will enable us to decide this point in future experiments 


9 . ANGOIiAR DISTRIBUTION QF THE DEUTERONS 
ELASTICAltLY SGATTEBED FROM OXYGEN 

The peaks in the range distributions produced by the elastically scattered deu- 
tcrons are clearly resolved from other groups at all values of 0 The results of inten- 
sity measurements arc represented in figure 1 1 which shows them transformed to the 
centre-of-moss co-onlinate system It is clear that the form of the curves, in this 
case also, can only be interpreted in terms of S, P, and possibly other waves, inter- 
acting with the Coulomb term, and the dotted curve included in the figure is cal- 
culated from the Mott and Massey formula. The chosen value of the constant a, 
O'fiH, is appropriate to the mean energy, fl-3 MeV, of the primary deuterons in colli- 
sion with The scales of the theoretical curves are adjusted so that they coincide 
with the experimental value at 16°. 

In this collision process also, the mam features of the experimental results are 
closely similar to those obtained from the theoretical formula when ai-c given 
suitable values. The agreement is not exact but in view of the considerable changes 
in the form of the curves which can be brought about by giving ^2 ^ small value 
different from zero, the agreement can be considered to be satisfactory The wave- 
length associated with the primary deuterons with a mean energy of 6-3 MeV, in 
collision with oxygen, is 1 4 x 10 cm , and the range of the nuclear forces of the 
order of 6 x 10"^® cm. It is therefore possible that waves corresponding to Z = 4 
make appreciable contributions to the scattered intensity. If this is so we should 
expect to find a rather rapid change in the form of the angular distnbution with 
changing values of the energy of the primary deuterons. The angular variation of 
the intensity of the disintegration protons, which has previously been referred to os 
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diBpla3riiig features of considerable complexity, forms the subject of a later in- 
vestigation. 



Figitub 11 Elantio acabfceruig of 0 3 MeV deuterons by oxygon. 

_ , j. 3^" ^ TT 

Theoretiral curve = — , 5i = ^f a = 0 68 
4 6 

EXPERIMENTS WITH NITROGEN 

10. The hangs distribution of particles from the 
collision; disintegration protons 

The range distribution of the particles produced at any value of 6 with nitrogen 
as the scattering gas is exceptionally complex Figure 12 shows three examples at 
0 = 105, 120 and 135°, plotted for convenience on an energy scale assuming all the 
particles to be protons As in the work with oxygen we transform the result to the 
oentre-of-mass system and again plot the results for the long tracks on an energy 
scale, assuming them to be produced by protons. We can compare the results from 
observations at different angles if we express them in terms of Q, the energy 
released in the reaction + + Q, and figure 13 shows the resulting 
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distribution based on 3600 long tracks measured at various angles in the interval 
from 26 to 135°. 

At small angles of scattering the dominant peak in the range distnbutiun is that 
due to the elastically scattered deutcrons, peak d, figure 12, and we can calculate 
the expected range of such particles at other angles The results represented in 
figure 13 refer only to measurements with particles of greater range than the values 



Figurr 12. Results of mofisurements of the length of tracks from the cf, N** collision, trans- 
formed from a range distribution to an energy scale assuming all tracks to be pioilucod by 
protons Tlie peaks pg, Pa, etc , are due to proteins from the reaction (ri, p) N“, a,, Og are 
due to a-particles possibly from the reaction (d, a) the nucleus bomg left m an 
excited state The peaks d are largely due to elastically scattered deuterons. 


BO obtained It will be scon that there is a group po» of low intensity, at Q = 6 66 MeV , 
in good agreement with the known mass of in the ground state Whilst the 
intensity of this group is certainly very low it is stronger, relative to the others, than 
is indicated in figure 13. The corresponding tracks are so long that with the angle 
of approach employed in the camera, a large proportion of them pass through the 
emulsion into the glass, and, since the range of such tracks is indefimte, they are not 
included in the analysis. 


14-2 
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The prominent groups at Q = 0 3, 1-3 and 3-5 MeV, marked P 4 , Ps in 

figure 13, correspond to excited states in at 8 - 2 , 7-2 and 5-0 MoV respectively 
From the evidence provided by the variation with angle of the intensity of these 
groups, it seems likely that the first two are doublets which are unresolved in the 
present measurements because of the energy spread of the primary deuteron beam. 
In addition to those groups there is some evidence for a group at Q = 2-5 MeV 
corresponding to an excited state in at 6 0 MeV. The complexity of the proton 
distribution emphasizes the importance of making experiments with a more homo- 
geneous deuteron beam so that the full resolution possible witli the method can be 
employed. Especially with the new emulsions now available it should be possible 



Fiourb 13 Protons from the reaction (d, p) N^*. Distribution in teriiiH of the onorRy 
release, Q 3600 tracks token from obsorvations at twelve different onf^lea between 16 and 
136“ 

to obtain peaks with a width at half-maximum of 100 keV which would allow us to 
resolve doublets with a separation greater than 0 2 MeV and to study the angular 
variation of their intensity^ if sufficiently homogeneous beams of primary particles 
can be produced. 


1 ] . The fabttclks of suobt bangs 

The tracks of short range shown m figure 1 2 are distributed in a number of groups 
which correspond in range with that expected if they anse from the d, a reaction 
+ C^^-hHe*. The a-particle group from this reaction, corresponding to the 

formation of the in the ground state, should nearly coincide in range with the 
elastically scattered deuterons and the two groups would not be resolved in the 
conditions of the experiment. The excited states of C'® at 4-3 and 7-3 MeV are well 
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established (Bonner & Brubaker 1936; Powell 1943) and the ranges of the peaks 
marked and correspond to the formation of the in these two states respec- 
tively. It is possible that there is also an unresolved, overlapping distribution of 
protons from the d, p reaction in this region, but grain counts on the tracks indicate 
that they are probably few in number relative to the a-particles. 

12 , AnOTTLAB DISTBIBUTION OF THE EIJISTIGAIiIjY SCATTERED DEUTERONS 

In spite of the possibility of confusion due to an overlapping a-particle group, wo 
have studied the variation with angle of the prominent group which is mainly due 
to elastically scattered deuterons The results are shown in figure 1 4 and will be seen 
to display the same features as shown by the corresponding curve for oxygen. The 



angle uf flrattonng, 

Figure 14 Angular distribution of 6-6 MeV deuterons scattered from 

similarity is so close that if the two curves, normahzed at 60 °, are superposed they 
are found to coincide to within the accuracy corresponding to the statistical 
fluctuations ansmg from the finite number of tracks measured at any angle , a result 
which mdicates that the disturbance due to a-particles, in the experiments with 
nitrogen, is small This stnking result strongly suggests that the angular distribution 
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of the elastically scattered deuterons is not affected by competition from alternative 
processes and that it can be simply interpreted in terms of the wave-length appro- 
priate to the collision and the range of the nuclear forces 



FiGUiiiE 15 Kiiorgy distributiun in Q of particles from tho bombardment of carbon by 
deiitorons. Kosulbs baaed on the measurement of tho length of 1440 tracks from observations 
at 70, 87 5, 90, 106 and 120°, and transformed to an energy scale assuming all tracks to be 
produced by protons The peak d, due to elastically scattered deuterons should, from the known 
spread m energy of the primary beam, have a width of 0 4 MeV at half-maximurn The proton 
peaks, Pi and corrospond to the formation of in excited states at 3 15 and 3 06 MeV 
respectively 


EXPERIMENTS WITH CARUON 

13 The range distributions, the disintegration protons 

The experiments on the scattering from carbon were made with tho camera filled 
with acetylene and as a result, at small values of d, the observations are complicated 
by the presence of deuterons elastically scattered from hydrogen and protons 
projected in d-p collisions Above 30°, however, the presence of hydrogen gives nse 
only to projected protons and their range rapidly falls as 0 increases 

The deuterons elastically scattered from the carbon nuclei are accompanied by 
large numbers of disintegration protons and figure 16 shows the results, transformed 
from a range distnbution to an energy scale, from observations on the length of the 
tracks at values of 0 near 90°. The results are again shown in terms of the Q value, 
assuming all the particles to be protons from the reaction {d,p) In these 
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ciroumstanoea the elastically scattered deuterons should appear as a peak with a 
half-width of about 0-4 MeV The complicated distnbution of particles extending 
from Q = —2 MeV to Q = 0 can be analyzed into three components of which the most 
prominent, d, corresponds in energy to that expected for the elastically scattered 
deuterons The proton group of greatest range has a mean Q value of 2-6 MeV which 
agrees to within 0-1 MeV with the value calculated from the masses. The other peaks 
marked P 29 with Q values of — 0 56 and — 1-35 MeV, correspond to excited states 
in of 3-16 and 3 96 MeV respectively Several experimenters have obtained 
evidence for an excited state 111 at about 3 MeV (Chadwick, Constable & Pollard 
1931; Feather 1932, Bennett, Bonner, Hudspeth, Richards & Watt 1941), but the 
state at 3 '96 does not appear to have been reported previously 

With carbon the study of the elastic scattering is rendered very difficult owing 
to the overlapping proton group. In view of the additional complications at small 
angles arising from elastic scattering by hydrogen, we have not attempted to study 
the vanation with angle of the scattered intensity. Such an analysis may become 
possible with the new emulsions, using a more homogeneous primary beam, and a 
thin carbon target 


EXPERIMENTS WITH NEON 

14 In view of the great complexity of the range distributions obtained with neon as 
the scattering gas and the complications associated with the presence of more than 
one isotope, we have made no extended measurements on plate D 20 A preliminary 
survey shows that protons and a-particles are present in the scattered beam in 
considerable intensity and that it will be necessary to make experiments with 
separated isotopes 

Preliminary experiments with ai'gon and with a thin aluminium foil indicate that 
with these elements the elastically scattered deuterons give rise to the most pro- 
minent groups m the range distributions at all angles and that there is no serious 
confusion arising from the presence of disintegration particles 

The experiments desenbed in this paper were undertaken as part of an extended 
programme in association with Sir James Chadwick and his collaborators in Liver- 
pool, and with Dr A. N. May Owing to the war we alone were able to proceed with 
the measurements and we arc indebted to them for their concurrence in our proposal 
to publish the results here presented. 

APPENDIX 

The following approach to the problem of transforming the observations to the 
centre-of-mass co-ordinate system is well known. In the conditions of our experi- 
ments, however, exact numoncal calculations are arduous because of the variation 
of E% with d. For the convenience of other observers we indicate the approximations 
which can be employed without a significant loss of precision 
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(a) Elastic scaUering 

We oonsidor the case of the elastio scattering of deuterons by helium. Let v be 
the velocity of the primary deuterons measured in such units that the energy of 
the deuteron in MeV = v*. In the oentre-of-mass co-ordinate system the velocities 

of the deuteron and the a-particle are ^ and that of the centre of mass being 

0 tl 

v/3 relative to the laboratory. The velocity diagram in figure 16 (a) then shows that 

an angle of scattering 0 in the oentre-of-mass system corresponds to an angle of 
scattering 0 of the deuteron and an angle of projection of the a-particle, in the 
laboratory system where = 0-\~S 

OA Sind smO 

= — 7 j ' ^ = 2 

AB smO Bino 


It follows that 


OA = 


2vsin0 


3 Bind 

and the energy of the scattered deuterons at d, 


Scattered intensity 7(0) in terms of 1(0) 
/(d)Bmddd = 7((S)Bin^d0, 

r/j. . dS 2cOBj-|-COBd 

7 ( 0 ) = /(d) — but = s i — * 

sm^o^ ad ad 2oo60 


m = m 


sin d 2 COS 8 
Bm02coB j-hcosd' 


(6) Disintegration particles 

Relation betiveen 0 and Let the velocity of a primary deuteron be v where 
V* = ^0 Then in collision with an nucleus its velocity in the centre-of-mass 

system is ~ and that of the oxygen nucleus ^ . The energy of the centre of mass 


is thus ^ 18. 


9 

= and the energy available to the interacting particles 


Suppose that as a result of the interaction a disintegration takes place with the 
emission of a proton with energy release Q MeV. In the centre-of-mass system let 

V 

the proton velocity be v^, and of the nucleus then 




or 


( 1 ) 
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Corresponding to given values of Eq and Q, can thus be determined The relation 
between the angle of ejection of the proton in the centre-of-mass and laboratory 
systems of co-ordinates can then be found Thus from figure 16 (6) we see that 


and 


0 = 

Bin S sin 6 . ^ v sin 0 

, sin a = 


u/9 Vi ’ 

BO that the value of 0 corresponding to any value of 0 can bo determined. 


(2) 

( 3 ) 


Dptermination of i(0) from I{0) 
,sm0dd 


m = m 


From (2) 


d(f> 


dS 


sin^d^‘ 


^ = 1 + , from (3) cos 6dS = - cos ddO, 


dd 




n 1 dS vcosd dd> 

Putting cos(S = 1, - = ^ = 1 +*0080, 


917, 


de 


whore k = — , hence 

9i*j 


/(,i) = 


8in^ 1 +*0080' 


A 




In the conditions of our experiment and therefore and *, vary with 0. It i8 
a sufficient approximation, however, to take the mean value and the cone- 
spondmg value of v^, to determine a value of * which is treated as independent of 0. 


Tranaformation of range diatnbulton to an energy diatnbutton in terms of Q 


To transform a given range distribution of the disintegration protons to an energy 
scale in terms of Q we calculate the energy of the protons emitted at angle 0 

and corresponding to an energy release Q. This energy (see figure 

Bill C/ 


10(6)), or, from (i) 


E^.Q 


17 

18 



sin*^ 

Bin*0' 
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At any value of 0, for positive values of Q, varies nearly linearly with Q. It 
is therefore sufficient to calculate the proton energy for a number of values of Q, 
0, 1, 2, 3, 4, etc. MeV for every 10° m the value of 6 and to construct a family of 
curves showing ^ as a function of Q for these angles. Values for intermediate angles 
and energies can then be found by interpolation From the observed range distribu- 
tion at a given angle the number of tracks m successive intervals corresponding to 
0 1 MeV in the value of Q can then be determmed. 

For negative values of Q the values of become small and in this case it may be 
necessary to calculate values of E^^ at closer intervals, say for every 0 3 MeV. 

Similar methods can be employed with the d-a disintegrations. 
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Ozonosphcre temperatures under radiation equilibrium 

By E. H. Gowan, Univeraily of Alberta, Edmonton 

(Communicated by (} M. B Dobson, FR S — Received 2 July 11)46 
— Read 21 November 1940) 

In two previous papers (Gowan 1928, 1930) calculating the effect of ozone on the 
temperature of the upper atmosphere, the height of the centre of gravity of the ozone 
layer was assumed to be about 46 km. Later, more rehable measurements were made 
(Gotz, Meetham & Dobson 1934) lowering this figure to 22 km , and also supplying 
the vertical distribution up to a little beyond 45 km. The results of the necessary 
revision of calculations were given to the Oxford Conference on Atmospheric Ozone 
(Gowan 1936) Strong (1939) and Summerheld (1941) have given a revision of the 
infra-red absorption of ozone and have taken the pressure into account. Elsasser 
(1942) and Dobson (1942) have discussed the absorption of water vapour m the 
atmosphere and Elsasser has justified the use of the square-root law for the pressure 
effect throughout the atmosphere for this vapour in the infra-red The present paper 
gives the results of a further revised calculation making use of the new data, for 
latitude 50° N 


Method 

The foundation of the method is the primary assumption that radiation equili- 
brium IS closely approached about midday m the stratosphere as a whole, and that 
what convection exists is too slow to prevent the attornment of this equilibrium 
but IB nevertheless sufficient to keep the composition substantially constant The 
following equation represents this equilibrium in the form most convenient for 
computation 

I" f -^A^A'^+f Nj^A^dX = 2j 

Jo Jo Jo Jo • 

This equation apphed to any honzontal layer where, for wave-length A, 

K\ is the fractional absorption for radiation in a parallel beam, 
is the same for diffuse radiation, 

IS the solar radiation reaching the layer, 

E/^ is the earth and troposphere radiation reaching the layer, 

IS the radiation to the layer from the rest of the stratosphere, 

Bj^j,^ is the block-body radiation at TffK, which temperature has to be assumed 
for each layer at the beginning of the computation. 

Graphical integration is necessary because of the irregular variation of K\ and 
Successive approximation is necessary because A^ depends on the temperature of 

f Z19 1 
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the entire ozonoaphere except the layer being considered. For given latitude, season, 
amount of ozone, and amount of water vapour only the term contaimng needs 
recalculation at each stage of the successive approximation process. 

Nine layers have been chosen- from 11 to 15 km , then every 6 up to 56km. The 
distribution of water vapour, carbon dioxide, and ozone in the mno layers was 
calculated on the basis of a preliminary estimate of temperature for average condi- 
tions at latitude 50° N These were then considered as 'optical layers’, i e as con- 
taining this constant amount of gas Only small changes in height resulted from the 
final temperatures being different from the first estimate These have been neglected 
in the region considered 

Data on quantities 

In table 1 are shown the amounts of absorbing material in the nine layers. For 
oxygen and carbon dioxide the units of thickness are centimetres, in all the other 
columns they are microns For ozone and oxygen and carbon dioxide the amounts 
refer to normal temperature and pressure, for water vapour they are the equivalent 
thickness of liquid (compare Brunt & Kapur ( 1938 ) and Jaumotte ( 1936 )) 

Table 1 


ozone 



pressure 

A 

/ 

\ 


water vapour 



at lower 

total 

total 


, ^ 

^ 


height 

boundary 

0-200 cm. O' 

2B0 cm. 

0 . 

10% 

40% 

CO, 

(km ) 

(nun Hg) 

w 

■(/*) 

(cm.) 

(/*) 

w 

(cm.) 

60-66 

0 67 

6 

6 

65 6 

0 060 

0-102 

0 060 

46-60 

110 

16 

16 

118 

0 087 

0 361 

0 107 

40-46 

2-10 

60 

60 

234 

0 165 

0 610 

0-187 

36-40 

406 

185 

223 

280 

0 330 

1 32 

0-402 

30-36 

B so 

400 

466 

761 

0-682 

2 73 

0-080 

26-30 

10-1 

426 

606 

1480 

1 02 

7 68 

2-12 

20-26 

41 e 

356 

470 

4120 

3'75 

16 1 

4 66 

16-20 

003 

266 

420 

0730 

8 30 

33 2 

10 10 

11-16 

168 

166 

304 

16700 

13-2 

62 8 

16-0 

The water vapour 

was calculated as 

proportional to the 

total 

pressure (i.e 


completely mixed in the stratosphere) starting with 10 and 40 % relative humidity 
at the tropopause. The ozone was computed from the curves given by Gotz el al 
( 1934 ). Carbon dioxide was calculated as proportional to the total pressure The 
proportion found by Paneth ( 1937 ), 0'03 % by volume was used. 


Data on absorptions 

The absorption of solar energy in oxygen has only been taken into account for 
wave-lengths longer than 1 760 A It appears to be of little importance below 55 km. 
but shows signs of becoming important at greater heights If calculations at such 
heights are attempted the effects of the strong absorption band at 1460 A. should 
be included. Gotz ( 1936 ) has made some calculations of the absorption in oxygen. 
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He also gives a table showing total absorbed solar energy of wave-length loss than 
3400 A. m 0-200 cm. of ozone The values are in fair agreement with the solar totals 
obtained during the calculations, though the conditions are not identical The 
absorption coefficients for oxygen used in this paper are given by Granath (1929) 

The absorption coefficients for ozone are* in the ultra-violet from Fabry & 
Buisson (1913), Lambert, Dejardm & Chalonge (1927), Laiichli (1929); in the visible 
from Colange (1927), and in the infra-rod from Summerfield (1941). Summerfield 
has venhe^l that the pressure effect is important only in the infra-red, and the 
necessary corrections have been made for the main band at 9 (S/i from his thesis, on 
the basis of a band width of 1 O/i 

Elsasser (1942) concludes that the half-width of the individual lines comprising 
an infra-red band is proportional to the square root of the total pressure, ami that 
for water vapour the lines are still without much overlap at atmospheric pressure 
A blend of the coefficients of Fowle (1917) and Hettncr (1918) has been used in all 
previous calculations As a check the amounts of water vapour in the layers were 
considered as at atmospheric pressure, and the orniasivity calculated at 20° C The 
emissivities as a percentage of black were compared with the observed results of 
figure 29 in Elsasser’s monograph, wherever the amounts of water vapour coincided 
The agreement was good, and the absorptions which gave this agreement were used 
in one set of temperature calculations, which are therefore not adjusted for the 
pressure effect Subsequently another set of temperature calculations was completed 
using the absorptions adjusted for the pressure at the lower boundary of the layer 
concerned 

For the upper layers an extrapolation was necessary, and for this purpose a 
roplot on log-log paper was made. The curve is slightly concave downwards, but 
for the extrapolation a straight line was used to give the absorptions for the upper 
layers. These are therefore somewhat too high, but the pressure correction makes 
their influence on the calculated temperature rather small In coses where water 
vapour is not corrected for pressure the 10 and 40 % values of water vapour would 
be slightly low for the upper three layers. 

The emission of the 14 /ii band (whose width is 2-0//) for carbon dioxide was taken 
from the curve on p. 80 of Elsasser’s monograph The curve was replotted on log-log 
paper which makes ifc concave downwards For the small quantities involved in the 
upper layers an extrapolation is necessary. This was done on the basis of a straight 
line, which gives too large absorptions and emissions Even so the carbon dioxide 
contribution, whether corrected or not corrected for the pressure effect by the 
square-root law, turned out to be negligible above 30 km. There mav be a certain 
overlapping in absorption and emission for carbon dioxide and water vapour about 
15 to 16 /« This has been neglected, each constituent being treated individually. 

There is an effect of temperature on absorption. It is smaller than the pressure 
effect, the numencal values are uncertain, and it odds an extra complication to the 
Bucceasive approximation scheme used In all cases calculated this temperature 
effect has been neglected. 
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Data on energy entering the ozonosfhere 

The solar energy outside the atmosphere in the region of ozone absorption is not 
known with great aoouracy. Coblentz & Stair (1936, 1943), Stair & Hand (1939), 
Pettit (1940) and Hunter (1943) have studied and discussed the matter Some 
results give 4000 ° K, most 6000 ° K, and some even higher temperatures for the 
region around the short-wave limit of the solar spectrum Most of the sets of calcu- 
lations were done on the basis of 0000° K, but for comparison two are included, based 
on the lower figure. 

The combined radiation of the earth’s surface and the troposphere is required for 
Ex^t 11 km This has been computed for the many wave-lengths necessary, using 
observed average values of temperature, humidity and ozone concentration (Napier 
Shaw 1928). 


Results 

In table 2 are summarized the conditions governing each separate calculation, 
and the temperatures obtained for each of the nine layers, with an estimated error 
of about 3 ° K. The temperatures given in plain figures were obtained with ozone 
and carbon dioxide absorption corrected for pressure in the infra-red, but water 
vapour not so corrected. The temperatures in italics were obtained with the water 
vapour corrected for the pressure eflFect This pressure correction is large, particularly 
in the upper layers, but it affects both sides of the equation, and so the temperature 
differences are not greater than 20 %. 


Table 2, CAunTi-ATKD air temperatures in °K 


season 

amt Os 

amt H,0 (%) 

solar temp (°K) 

ht m km 

50-63 

45-50 

40-45 

36-40 

30-35 

26-30 

20-26 

15-20 

11-15 


Slimmer 

summer 

0 2S0 

0 280 

0 

10 

6000 

eooo 

452 

416 448 

429 

410 424 

399 

386 397 

336 

324 332 

296 

286 295 

276 

268 272 

254 

241 249 

239 

232 232 

228 

218 217 


eummer 

summer 

0 280 

0 200 

40 

10 

6000 

6000 

344 441 

410 445 

301 421 

400 422 

360 394 

382 390 

2»6 327 

320 330 

262 291 

281 292 

244 285 

267 269 

240 239 

230 247 

232 221 

229 225 

211 209 

216 208 


wmter 

summer 

0-280 

0 280 

10 

10 

6000 

4000 

406 439 

323 347 

364 375 

321 333 

305 3J4 

311 3J9 

278 28S 

291 301 

262 273 

272 282 

246 256 

252 266 

230 238 

23H 245 

221 221 

229 229 

208 209 

217 215 


Most of these data are plotted in figure 1 where the pressure correction has been 
applied, and in figure 2 where the water- vapour absorption is unoorrected for the 
pressure effect. Figure 2 therefore can be compared with previous results to show 
the influence of the new data on the infra-red absorption of ozone. For convenience 




wo 300 400 500 200 300 400 500 

absolute temperature absolute temperature 

Figure 1 All absorptions corrected for pressure Figure 2. HgO absorption not corrected for pressure. 
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in comparing the two figures it should be noted that the curve marked zero in each 
is the same, and represents the limit in which water vapour is negligible above 
11km. 


Discussion 

In each figure are given some temperature results obtained with sounding balloons. 
The values for Mumch (latitude 48° N) are an average for summer, no time of the 
flights being specified. The Seattle (latitude 47° N) values are taken from the 
U S MorUhly Weather Review, and refer to flights starting about 9 30p m. local 
standard time. Two curves are shown for Omaha (latitude 41° N), one an average 
for July 1938, and the other a single flight on 21 July 1938 All flights started lato 
in the day, about flp m The curve for Ellondale (latitude 46° N) is displaced 20° 
to the right to avoid overlapping (Lonnahan 1938) None of these curves is strictly 
comparable with the calculated values, since the attainment of radiation equihbrium 
at midday has been assumed for the calculations. Failure to attain this equilibrium, 
or cooling from it by 6p m or by lOp m , would certainly make the calculated 
temperatures higher than those observed. 

Ballard (1941) obtains a cooling of 10° K from 6 p.m to 2 a m at the height of 
26 km., based on a small number of observations. If a cooling of 15° K could be 
assumed from midday to midnight at 25 km., the observed temperatures would nearly 
agree with the calculated values This agreement may imply that even below 30 km 
the diurnal temperature changes are rapid enough to allow the attainment of 
radiation equilibnum. 

The difference between observations over Seattle on the west coast and over 
Omaha in the great plains is very similar to the difference in temperature distributions 
for temperate and tropical latitudes, both in height of tropopause and lapse rate 
above it (Chiplonkar 1940, Jaumotte 1937) Hafer (1940) states that at Omaha 
in general the summer shows a large temperature inversion and the winter months 
little or none in the stratosphere. The same effects might be observed at greater 
heights over Ellendale 

It will be noticed that the pressure corrected curves for zero, 10 and 40 % water 
vapour are very close together above 25 km , while this is not the case for the iin- 
corrected ones. The crowding towards the zero curve in the higher layers is due to the 
fact that the pressure correction is equivalent to decreasing greatly the effective 
amount of water vapour in these layers. 

A significant difference is evident from summer to winter below 26 km. The curves, 
however, show about 10° K difference near 20 km., and this is in agreement with 
balloon observations (Munich and Seattle) The calculations for winter conditions 
do not take into account any possible change from summer in the water-vapour 
content of the ozonosphere or in the vapour pressures in the troposphere Another 
feature of the winter curves is the small change from summer in the temperature of 
the 50 to 65 km layer. This is mainly due to the large zenith angle of the sun and the 
consequent long path of the parallel solar rays. For the shorter wave-lengths of the 
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ultra-violet ozone band the absorption is complete in this one layer, almost com- 
pensating for the greater area over which the energy is spread. In the next few 
layers down to 36 km. this depletion of energy in the top layer does not leave enough 
to compensate for the larger area, and the temperature differences are largo. Still 
lower, below 30 km , the other terms in the equation become more important than 
the solar term and the temperature differences become small again. 

The oiirves for reduced solar energy show that the temperature could still be above 
300° K around 50 km. in spite of the 2000 ° K drop in the effective temperature for 
solar ultra-violet. 

The curves for 0*200 cm of ozone have not been plotted. They show no change 
above 40km as would be expected, since the ozone decrease is in the layers below 
this height due largely to inaccuracy of determination above 40 km. A real decrease 
of ozone and temperature almost certainly occurs here In the middle layers there is 
a tendency for the solar energy to be absorbed lower down (in contrast to the winter 
calculations) and a small decrease in temperature is shown from 15 to 30 km. This 
change is less than of that exjiocted by Dobson ( 1942 ) 

Vassy & Vassy (1939) infer that the mean temperature of atmospheric ozone is 
low, but nevertheless there is a temperature increase in the upper part of the ozono- 
Bphere. The calculated results of the present paper agree, since the bulk of the ozone 
IS below 30 km where the average calculated temperature is about 240° K. Regener 
( 1941) discusses the high temperature of the upper ozonosphere, and its explanation 
by the absoiption of solar energy. He suggests that spectral methods may yet bo 
used to determine the temperature distribution at great heights. 

Conclusion 

The results generally indicate that absorption of solar radiation by ozone will 
explain the existence of high temperatures around 35 to 50 km , though the ozone 
maximum is at 22 km The small increase in the lower stratosphere also agrees in slope 
with the Omaha balloon observations (which may not be representative of the earth 
as a whole (Wigand 1931 )), but the calculated temperatures are 15 to 20 ° K too high 
at 26 km. The assumptions regarding water vapour are reasonable, but in truth there 
may be irregular variations with height about which nothing is now known. The 
approximate agreement with directly observed temperatures serves to justify the 
primary assumption of radiation equilibrium as a good working hypothesis For 
heights below 30 km this aspect of the problem should repay further study, including 
an extensive analysis of balloon observations under widely different geographical 
and climatic conditions. 
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Night cooling of the ozonosphere 

By E. H. Gowak, Univereity of AUberta, Edmonton 

{Communicated by O. M, B, Dobson^ FR.S. — Received 24 September 1940 
— Read 2] November 1946) 


Some estimate of the cooling of the ozonosphere can be made using the calculated solar 
energy absorbed in various layers After sunset this source of energy is removed and cooling 
occurs mainly by radiation up and down The conclusion is reached that during a night the 
cooling IS about 30° C at SO km. and only a fraction of a degree below 25 km This means that 
the ozonosphere temperature inversion around 40 km will persist throughout the night 


Ballard (1941) finds that at about 25 km height during July over Nebraska the air 
temperature drops by about 10° C during the eight hours from 0 p.m. to 2 a.m , and 
ordinarily by less than 2°C around 15 km. On the other hand, Penndorf (1936) 
obtained a much smaller diurnal variation of temperature in the stratosphere, the 
maximum being 0-3° C per day around 60 km. height. 

The amount of radiation energy being absorbed by various layers of the ozono- 
sphere was obtained by Gowan (1936, 1947) during calculations of temperature on 
the assumption of radiation equilibrium At sunset one source of this energy is cut 
off but the others remain. The temperature should therefore fall during the night, 
and an estimate of how much can be made with the numerical values available. The 
results which follow lie generally between the two sets of data referred to above, for 
comparable heights 

The assumptions of two conditions — radiation equilibnum before sunset, and that 
sunset is instantaneous — gives a preliminary basis for calculation Let the mass of 
air in a 1 sq cm. column of any layer bo m g ; let the specific heat at constant pressure 
be Cp, let R be the not radiation from the layer in g cal /sq cm./hr., and let dT 
degrees be the fall in temperature in dt hours. Then the conditions are represented 
by the equation = 

There is no net exchange of radiation horizontally in any layer, so 2R is the total net 
radiation from a sample column This may be considered constant as a first approxi- 
mation, or may vary according to several plausible laws. Below arc outlined five 
different ways of treatmg this not radiation. 

(1) 2R = a constant, namely, the solar energy which was being absorbed, and 
after sunset must be radiated, no account being taken of the change in temperature 
of the layer. Thus dTjdt = ^2Rlmc^\ and t(dTldi) gives the temperature change 
in i hours. 

(2) 2R = fiT^ where ^ is a constant, and T is the absolute temperature of the layer 
£ hours after sunset. Thus — mc^dT = fiTdt^ whioh gives on integration 


logioT 


*og,o3{.- 


0-434>gt 

mcp 
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(3) 2R = where is the estimated effeotive temperature of the other 

adjacent layers. This is Newton’s law of cooling if 3^ is constant, os here provisionally 
assumed. The actual decrease in during the night is small because it mostly repre- 
sents the lower layers containing the bulk of the absorbing material, and these are 
found to change relatively little in temperature. The factor (T — T.) tends to remain 
large if decreases with T, and the calculated cooling would be larger than if is 
constant. By considering constant some compensation is obtained for the maxi- 
mizing effect of the assumptions of instantaneous sunset with midday equilibrium 
temperature. By substitution -mc^dT = P{T—T^dt, which gives 


on integration 


log, 0(3’-?;) - log,o{3’„-T.)-?:^t'? 
/?- 


(4) 2R = — where Taa is the equilibrium temperature for night, i e. with 

no solar energy reaching the layer Substituting in the original equation, and using 

P = 2Rj(T^-T^Y gives 


(T-7Icr-i 


(n-l)2i?« + mc^(!fo-3Lo) 


on integration and simplification This formula was applied in two cases- (a) n = 2, 
(b) n = 4. 

The data used were from the calculation of temperature under radiation equi- 
librium for midsummer at latitude 60 with 0 280 cm of ozone, and 10% relative 
humidity at the tropopause The absorption of all constituents was corrected for 
pressure The cooling in 8 hr was found by each of the five methods outlined above. 
The results are summarized for comparison m table 1 The largest values come from 
method (1) and the smallest from (46). The variations, however, are less significant 
than the general agreement of the order of magnitude, tens of degrees above 35 km. 
and fractions of a degree below 25 km 


Table 1 Dbop in temperature (®C) 

8 hr 

, , 16 hr 


hi in km. 

(1) 

(2) 

(3) 

(4o) 

(46) 

(46) 

50 -55 

23 

22 

21 

21 

20 

30 

46-60 

32 

30 

28 

26 

24 

26 

40-46 

32 

31 

27 

27 

23 

13 

35-40 

13 

13 

12 

12 

10 

0 

30-36 

31 

3 1 

30 

30 

3-0 

20 

25-30 

1 0 

1 0 

09 

1-0 

1 0 

00 

20-26 

03 

03 

0-3 

03 

03 

0-3 

16-20 

01 

0 1 

0 1 

0-1 

O'l 

0 1 

11-15 

0 1 

0-1 

006 

0-03 

0 03 

0 03 
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Discussion 

The actual course of the temperature change will be a small, slow cooling from 
shortly after midday to sunset, followed by a more rapid cooling from sunset to 
sunrise. The night rate will be smaller than the smallest in the table, but with the 
start of coohng during the afternoon the final result from, say, 1 p m. to sunrise may 
not be very different from the values in the table. 

From sunrise to about 1 p.m. the ozone layers are warming up again. During 
spring the penod of warming is lengthening, and that of cooling shortening, pro- 
ducing an all-round increase in temperature. During autumn the reverse process 
takes temperatures down to their wmter values The cooling during the 1(1 hr of a 
midwinter mght was calculated by (46) This was plotted along with the corre- 
sponding summer cooling for comparison as shown in figure 1 . Maximum absorption 
of solar energy in ozone occurs lower down in summer when the sun’s rays have 
a short path through the atmosphere. This gives more energy to be radiated after 
sunset, and hence a maximum m the estimated cooling around 46 km The winter 
curve would probably show a similar maximum at some greater height than 55 km 
where the ozone concentration is small and unknown, making calculation im- 
possible Mdller (1935) has calculated the heat balance of the free atmosphere over 
Lindenberg in June up to 1 0 km The result at 1 0 km is about 0-6° C cooling per day, 
or about 0 2° C per 8 hr., and if extrapolated to 13 km. would be less than 0-1° C per 
day. Tanck (1940) calculated the heating effect due to absorption of sunlight, and 
found a similar value. Both these observers agree that the temperature change 
decreases with height in the high troposphere, and then increases again in the upper 
stratosphere. Elsasser (1942) also discusses this question and comes to a similar 
conclusion through the use of his radiation chart. 



AT in 


Fioubb 1. Graph of ozonosphere cooling. 
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Baur& Phillips (1934, 19351 ^93^) studied the heat and radiation balance in 
the atmosphere. This was done for clear skies, and also mcluding the effects of 
turbidity and cloudiness, for summer, winter and equinoctial seasons. The distribu- 
tion with height is quite different with and without cloud, but the values agree at 
about 10 km., and are substantially the same as Mdller’s figure. 

Barbier, Chalonge & Vassy (1939) discuss the spectroscopic evidence for a low 
temperature of the ozonosphere at mght. The method is based on the contrast in 
the absorption bands of ozone, and naturally refers to the region where the bulk of 
the ozone is found, i.e. below 30 km Vassy &; Vassy (1939) discuss the question, 
and show that the day and night readings are not different within the precision of 
measurement At greater heights Bartels (1936) has estimated that the change in 
temperature between day and night around 200 km is certainly less than 100° C 

All this auxiliary evidence is confirmatory, or at least not contradictory, within 
its range. The calculations in this paper show less than 2° C per night under 30 km , 
yet only up to 30° C per night around 60 km The direct evidence of a temperature 
change from day to night is sparse and contradictory. It seems from the work of 
Ballard (1941) that the insolation error during da3rtine flights is not large, but it 
may be important when the differences are required for evaluation of the cooling. 
There are known to be large and relatively sudden changes in the height of the 
tropopause, and consequently in the temperature of the lower stratosphere These 
have no connexion with day and night, but are the result of air mass movements 
which seem to extend some way into the stratosphere The great discrepancies which 
appear m the average observations of different observers, are mainly due to geo- 
graphy and climate. It seems certain that the cooling of the lower stratosphere! 
perhaps up to 30 km , is not governed by radiation. Above 30 km. it is more probable 
that radiation plays a dominant role in any diurnal temperature changes, though 
winds have been observed during observations of noctiluoent clouds and meteor 
trails. 

If the cooling of the lower stratosphere depends on convection and advection it 
follows that radiation equihbrium may never be attained, as ass^ed in the original 
calculations (Gowan 1947). For those it was assumed that there is sufficient mixing 
to keep the composition nearly constant, but not enough convection to interfere 
with the attainment of radiation equilibrium. The agreement between calculated 
temperatures and balloon observations is good for the lowest layer, 1 1 to 16 km., but 
around 16 to 26 km. is only fair, the calculated temperatures being 10° C too high. 
This disagreement might be due to any one or all of the following factors; (1) Radia- 
tion equihbrium may not be attamed, hence the observed temperature would 
never be as high as the calculated temperature. (2) Insufficient water vapour may 
have been assumed for these layers, since for higher amounts the calculated tem- 
peratures are lower. (3) If more carbon dioxide were assumed its extra radiation 
would lead to a lower calculated temperature. (4) The relatively weak ozone band 
at 14/1 was neglected. This overlaps with both carbon dioxide and water vapour 
but could have more effect from 16 to 25 km. than from 11 to 16 km., due to the 
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maximum oonoentration of ozone around 22 km. Some adjustment among these 
factors might be found by trial which would give agreement at all heights observed 
directly It seems likely that more observations of composition at greater heights 
may soon be available from experiments with rockets. Then perhaps fewer trial 
calculations wiU be necessary to reach an agreement over all the layers within the 
ozonosphere. 

Although these results are tentative it seems clear that even the temjierature 
change above 36 km. is not sufficiently great to destroy the ozonosphere temperature 
inversion during a summer or a winter night. Hence the existence of a temperature 
inversion is a valid explanation of the minimum in number of meteor disappearances, 
and of the abnormal audibility of explosions extending throughout the night 
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Turbulence and diffusion in the lower atmosphere with 
particular reference to the lateral effect 

By D. B. Davixs, Ph.D. 

(Communicaled by L. Boaenhead, F.R. 8 . — Received 29 Jviy 1046 ) 


It has been established experimentally by Fasquill that the theory of atmoaphenu turbulonoe 
put forward by O. O. Sutton in 1034 leads to satisfactory theoretioal rates of evaportUwn from 
planOp saturated, liquid Burfaoes, The theory, however, overeetunates the vapour concentra- 
tion at any point and underestimates the rate of decay of concentration with height above such 
evaporating suifaoes of fin-Ue lateral dimonaions In the present paper it is suggested that one 
of the reasons for this discrepancy lies m the neglect of the lateral component of turbulence 
The aim of the present mvestigation la to estimate quantitatively the effect on the values of 
the theoretioal vapour concentration produced by the introduction of a lateral component of 
turbulence 

It IS shown that the theoretical evaporation is not appreciably affected by the modification 
introduced but that the concentration of vapour, and the rate of decay of concentration with 
height, are much nearer the experimental values, which, however, are very scanty The 
mvestigation deals with a saturated area of parabohc shapo Extensions of the theory are 
contemplated 

1. Intboduotion 

It has been eBtablished, as a result of a long senes of experiments by Pasquill (1943), 
that the theory of atmuspherio turbulence put forward by 0 , 6, Sutton (1932, 1934) 
leads to satisfactory theoretical rates of evaporation from plane, saturated, liquid 
surfaces. The theory, however, overestimates the vapour concentration at any point 
and underestimates the rate of decay of concentration with height above any such 
evaporatmg surfaces of^niie lateral dimensions In the present paper it is suggested 
that one of the reasons for this discrepancy lies in the neglect of the lateral com- 
ponent of turbulence. The special case of concentration of vapour above a saturated 
hquid surface of parabolic shape is considered. 

In addition to work by O. G. Sutton and Pasquill, referred to above, problems in 
this field have been attacked by W. G L. Sutton (1943), and Prost (1946), but in 
all these expositions only the dispersion of hquid vapour by eddy diffusion normal 
to the evaporatmg surface was taken into account 

A theory of turbulence has yet to be formulated which will give rigorous expres- 
BLons for the dependence of eddy diffusivity on height above ground. The result is 
that empirical formulae have had to be adopted by these authors to give the varia- 
tion of wind speed and normal diffusivity with height These expressions on sub- 
stitution in the diffusion equation (2-2) yield the differential equation 

where x ^ oonoentration at a height z and at a distance x along the wet strip. 
This equation has been solved, by 0 G. Sutton, W G L Sutton and Frost, subject 
to certain piescnbed boundary conditions (specified later in § 2 ). The calculated 
rates of evaporation derived on this hypothesis gave good agreement with experi 

[ 232 ] 
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mental results for evaporation from plane areas of various shapes (Pasquill 1943) 
The agreement is not unexpected, because near the liquid surface it is clearly the 
diffusiviiy normal to the surface which is the operative argent in transporting the 
vapour from the surface, except for a very small effect near the bounding edges 



Let X, y, z bo orthogonal space co-ordinates with origin at the vertex of a parabolic 
saturated area lying in a horizontal plane, as in figure 1; z is measured vertically 
upwards and x along the axis of the area. In the theory established by O G, Sutton 
(1934) transfer of mass across the planes z = constant is considered The present 
investigation introduces additional transfer across the planes y = constant. Evapora- 
tion, however, is clearly given by the transfer normal to the plane z = 0, indicated 
by full arrows in figure 1 ; transfer of mass across the planes y — constant at z = 0, 
indicated by the single dotted arrows in the diagram, will not have any influence on 
evaporation. There may, however, be an appreciable effect near the bounding edges, 
indicated by double dotted arrows. Hence the easily computable expressions fur 
evaporaiicm, obtained by neglecting lateral diffusion, are adequate. 

> The distribution of vapour in the air stream at finite distances a6ove and down- 
wind of the surface is dependent on both the vertical and lateral diffusivities, and, 
as might have been expected on physical grounds, the theory dependent on one- 
dimensional dispersion underestimates the decay of vapour concentration at points 
above and down -wind of areas of finite lateral dimensions, except where the latter is 
very large (Frost 1946) 

The first successful attempt at a solution involving eddy diffusion m two dimen- 
sions was given by Dr W. G Bickley (unpublished) for an infinite quadrant, with one 
bounding edge normal to the mean wind direction He assumed that wind speed 
and diffiisivity was constant with height above the surface. It was pointed out to 
the present author by Dr Bickley that a solution -could also be obtained for a 
parabolic area (with vertex pointing up-wind and axis orientated in the mean wind 
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direction), again on the assumption that wind speed and diffusion were constant. The 
method was worked out in detail by the author and is included in § 3 of this paper. 

In § 4 an empirical expression, for the dependence of lateral diffusivity on height, 
is proposed which, together with the expression for normal diffusivity and wmd 
speed used by 0 G. Sutton (1934), defines a practical model of the lower atmosphere 
in which wind speed, normal and lateral diffusivity vary as simple powers of height 
above the surface. Substitution of these coefficients in equation (2-2) yields the new 
differential equation (5-2) which, together with prescnbed boundary conditions, 
presents mathematical difficulties which have been resolved as yet only for a 
saturated area of parabolic shape. This solution is given in § 5. Its value lies m its 
comparison with theoretical results derived from solutions of equation (1-1) and 
with experimental results, in this way the effects of neglecting the lateral dispersion 
may be estimated 


2. The equation of diffusion and boundary conditions 


If [/ is the mean wind velocity at height z, in the positive sense of the x co-ordinate, 
and Ky, Kg are the coefficients of diffusivity in x, y and z directions respectively, 
the equation satisfied by the concentration V* 2) of vapour is 


dt^ dx 




Here Ky and Kg are such that the rates per unit area at which x ^ transferred 
across the planes x, y, z s const, in the positive directions are 





Steady state conditions are assumed and Kg. is neglected, so that the diffusion 
equation (2-1) becomes 

fi’u n I I n I ri'M I 

( 2 - 2 ) 




It is assumed that the vapour pressure of the evaporating liquid approaches its 
saturation value at the temperature of the surface as the surface is approached. This 
implies that the vapour concentration x assumes a constant value Xo surface 
of the saturated area. 

The appropriate boundary conditions then are 


(i) 1, as 0 for values of x and y inside the saturated area, 
Xo 

(ii) lim 0 for X and y outside the saturated area, 

►-►0 I 


(iii) X“>'0« ®>0| z-*’0Oi 

(iv) 

(v) x-*’ + 0, z>0. 
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3. Wind speed and dipfusivitibs constant with 

HEIGHT ABOVE EVAPOBATINO SUBFACB 

It is convenient to substitute non-dimensional vanables given by 

x^^ctU, y = tf^(aK^) and z = ^^(eiK,), (31) 

where a is a scale factor of the dimensions of time and U, Ky, are constants. In 
these co-ordinates equation (2 2) becomes 

The mitial area y* = AAx becomes, in the new co-ordmates, where 

/I = VjKyA. 

Now suppose that space is mapped out by a system of parabolas given by 


X = g, Y = 


2V(A^) 


and Z ^ 


2V(A^)' 


Equation (3-3) becomes 


A solution for x independent of X clearly exists, and this is consistent with the 
boundary conditions The equation for x depending on Y and Z then is 

with the appropriate boundary conditions 

(i) -^^-».i, z->o, 

Xo 

(ii) ^|-o, z-*o. ur<-i. 

(iii) x-^O. Z-r+ao, 

(iv) y-^±oo. 

These equations suggest the further transformation into elhptic co-ordinates 

Y+iZ = cooah(jS+t0). (3-6) 

Since the area is bounded by 

y* = 4//|, then c * 1 . 

Equation (3*6) becomes 

(3.7) 


2 / 1 0 ; 9 * 


dfi " 2/»30* 



D. R. Davies 


with the boundaiy conditioiu 

(i) — ->1 as 0<d<n, 

Xa 

(li) = 0 for 6 = 0 and it, 6> 0. 

ou 

(m) as 

A solution independent of fi exists of the form 


X = ^i + A',J^^exp[- 


This may be adjusted to satisfy the conditions, if = 1 and iT ^ 


whore 


/(/a) = I exp[— /£sinh®0]d^6 
Jo 

= ioxp(i;t)Ao(t/t), 


and iCg IS the modified Bessel function of the second kind with imaginary argument. 
So that the equation for x 




The rate of evaporation at any point (x, y) is given by 


A’(x.y) = -Iim(A. 
*-►0 \ 


and from the transformations it follows easily that 


by using the relation 


At fi = 0, j.e on the saturated sttip, 


COB0 = y = 


mxv)= J(^\ I 

V\ /exp(i/t)Ao(J/*)(8in^)/i-o’ 

m m 

\dZ)z.o sinO\dfi)fl.o 


( 310 ) 


2^(Ax)^ 


giving 


.fl _ ^{*Ax-y*) 
2yl{Ax) ■ 


Substitution for sin d in (3-10) gives 


E{x.y) = 


( 3 - 11 ) 
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The total rate of evaporation from an area of down-wind length x is given by 
integration of equation (3 10) with respect to 0 from 0 to ir and from 0 to x, down- 
wind, to give 


^ = Xo 


2n^(KyK,)x 


exp(4^)A'o(i/tt)' 


(3-12) 


4. Specification of the diffusion coeiticibnts as functions of the 

DEOBEB OF TURBUTiBNCB AND OF HEIGHT ABOVE TUB SURFACE 

The formulae adopted to give the functional dependence of moan wind speed and 
of vertical diffusivity on height and degree of turbulence are known to agree reason- 
ably well with experiments in the lower atmosphere, and are used by O O. Sutton 
(1934) and W G L. Sutton (1943), in their work on evaporation problems They are 


and 


R. - iRr 


(4 1) 
(4-2) 


where m = a/(2 — n) is a non-dimensional parameter, taken as a measure of the 
degree of turbulence. 

In these expressions Ui is the value of the mean wind speed at some standard 
height 2|, a, IS a constant for a given turbulent state, involving n, and the physical 
constants of the fluid; Ui, in the plane, is assumed to be independent of x and y, 
so that U and are functions of z only. The coefficient used is that given by 
O G Sutton (1934) 


(l-n)(2-2»)*-»" 


(4 3) 


where A has been identified With the kinematic viacoBity of air by O G Sutton(i934), 
and kg is the Karman constant for wind-tunnel conditions In the open atmosphere 
the scale magnification in eddy effect is allowed for and an 'atmospheric cal- 
culated 

Some assumption must now be made with regard to Kyj and a reasonable one 
appears to make Ky obey the wind-power law Comparison with equation (4-2) 
suggeste 

Ky = ayUl~^z^\ (4-4) 


By analogy with equation (4-3) and keeping Ky dimensionally correct, it is 
assumed that 


«y = 


An j^n"-4n+2)/fZ-n) 


(4-6) 
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S. Wind spbbd and diffusivitibb variablb with hbioht 

ABOVB THE BVAPOKATlNa BUBFACB 

The initial step m the solution of this problem ia obtained by writing 


and 


£ - *. C - 


V 


2 (U^\ 

2m + l)\a,z^) 

/ crn* 




( 6 - 1 ) 


The transport equation (2-2) then becomes in these co-ordinates, after insertion 
of Ky and in accordance with equations (4-2) and (4-4), 


f^-2p 


3£ 97J’ 


( 6 - 2 ) 


where 


n 


^ (2-t-7l)' 

The original boundmg parabola y* = 4Ax becomes y* = where now 


A 


‘o*-! 


With X 

equation (6-2) becomes 


£. Y = 






^dX ^^SY'^^^dZ'^4/ildY’^'^dZ*J^'^ 4/iZ dZ' ' ' 


As in the parallel ease of constant wind and diffusivity a solution independent 
of X exists and has then to satisfy 

9*x . 3*x 2„ fy V ~ 


4/iZ dZ 

Substituting y + tZ = ccosh(/7 + i6^), equation (5*4) becomes 
P + ^ ^ ^ - 2/* COB 0 sin 0 1| 


= 0 . 


(6-4) 


-I- ( 1 - 2p) coth/ffg^-l- ( 1 - 2p) cot = 0. (6-6) 


A solution independent of 0 exists, and one which is consistent with the boundary 
conditions is 

I exp [ sinh‘ j6] (sinh 


Xo 


where 


S(ft,p) 

=j exp [—/fsinh’fi] (sinh 


( 6 - 6 ) 


(6-7) 
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It appears that for the values of p obtained in the atmosphere (0 < p < ^), this 
integral is not expressible in terms of known functions 
The rate of evaporation at a point (x, y) on the saturated area is given by equation 
(3-9), and the substitutions (3-3) and (6-1), to be 



(6-8) 

Then, sinoesind = \^[{^x — y‘‘)IAx\, 


E{x,y) = cHAAx-y*)^, 

(8-9) 

where C - V “* 

(6 10) 


The total rate of evaporation from a parabolic area of downwind length x is 
Pvenby i 

F ^ 2C I . 

JoJo (44x-y*)P 


By substituting y = 2^(i4x)sin/, this becomes 


and hence 


E = 2C{^A)^~^{ x*”^(ix f (coBf)^”*^«ft, 

Jo Jo 

iaJa,) P A ^-p Aj) r(l - p) x* 


-p 


(6 11 ) 


(612) 


S(fi,p){S-2p)rm-2p]) 

This function reduces, as is to be expected, to the equation (3-12) when p is 
equated to the value ^ 

It should be noted that this solution is rigorously true only for parabolic areas 
infinite in extent downwind, with vertices pointing upwind and axes lymg parallel 
to the mean wind direction. For a parabolic shape, of finite length x^, lying upwind 
of the line x = x^ the formula (6 9) is not applicable in the very small region near to 
this bounding edge, but it is reasonable to suppose that the total rate of evaporation 
given by equation (5-12) is not affected to any sigmficant extent In the same way 
equation (6-6) for the concentration x is only true as far as x = Xj. 

Equation (5-9) enables the relation between^ and ^ ^ evaluated ‘ and hence 
the iso-ooncentration lines in any vertical plane at x = x^ are then given by 


4iix cosh* fl 4(m + ^)* Ax^ sinh* 


= 1 . 


(6-13) 


0 Wind speed and normal diffdsivity variable with 

HEIGHT AND LATERAL DIFFUSIVITY ZERO 

For purposes of comparison it is necessary to obtain the theoretical equations 
giving the concentration of vapour above and evaporation from a parabohc area, on 
the assumption of wind speed and normal diffusivity varying with height and lateral 
diffusivity zeio. 
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When ^ , Kg = and Ky = 0, 

the well-eatabhshed 'solution due to O. G. Sutton (1934) for evaporation from a 
rectangle of downwind length Xg and width dy is 

where K = sin A aM24-«)2-nW-»') 

\ / (2 + n) \2 + tc/ * ' 

Under these conditions the solution for the parabola y* = 4 y 4 x becomes 


( 0 - 1 ) 

(0-2) 


E(Xi) = J* 


tVUDr y* "|W«+n) 


I 




2/:C7?-">«s+"’x?^»w*+>'‘)V(47r) 


dy 
/ 4 -|- 71 \ 

\2 + nj 

/^J»\ ■ 
\4 + 4 nj 


(0-3) 


The theoretical diBtnbiition of vapour concentration over a saturated area of 
infinite lateral extent (i e. in effect, neglecting lateral disperflion) was obtained by 
O. G. Sutton (unpublished) This gives the concentration x distance x from the 

upwind edge and height z above ground-level, in terms of the ground concentration 
Xq in the form 


1 -/ 

Xo 




-2 




(2 + ») 


I(r,p) is tabulated in Pearson’s TabUa of the Incompl^e F- Functions. 

On this assumption of zero lateral dispersion the solution for the parabola 
y* = 4 ^x, of downwind length x, along the downwmd edge becomes 


X r f/f «(*+»)«*-"> -2 


(0 6 ) 


7 COMFABISON OF THEORETICAL BBSULTS WITH EXPEBIMENT 

The solution in § 3 , based on the assumption of constant wind and diifusivities, 
IS of interest only from the theoretical jioint of view in that it mdioates the mathe- 
matical approach to the harder case where these entities are allowed to vary with 
height. No numerical results are given. 

The main difficulty m the theoretical computation of equations (6 0) and (6-12) 
hes in evaluating the integral j 5 (/i,p). Simpson’s rule was found to be sufficiently 
accurate for comparison with experiment, but difficulty was encountered near the 
origin where the integral tended to an infinite value This was overcome by sub- 
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Btituting the asymptotic series for the sinh function and integrating over a small 
range 0 to e, with p = 

(7-1) 

where -P(/e, is given in equation (6-7). The integral from e to infinity was evaluated 
by Simpson’s rule and added to the integral from 0 to 6, giving the complete S{/i,p) 
Experiments were earned out some time ago by the author in a Ministry of Supply 
wind tunnel to measure rates of evaporation from parabolic surfaces, saturated with 
aniline, of equal area, arranged in turn on the floor of the working section of the 
tunnel with axes parallel to the mean air stream direction and vertices directed 
upstream. The experimental technique followed that used by Pasquill in experi- 
ments described fully in his paper (Pasquill 1943); and evaporation, air temperature, 
and wind speed in the free stream of the workmg section were measured as in his 
experiments. The wind -velocity "profile’ (i.e. variation of wmd with height) near 
the evaporating plate was determined by means of a small, standard, pitot static 
tube, these observations yielded a measure of the degree of turbulence given by 
the index m of equation ( 4 - 1 ) of 0-120 m good agreement with previous values. The 
observed rates of evaporation were reduced to the form E/Xo /unit of saturated 

vapour concentration at the surface (o g s. units), where E is the total rate of 
evaporation for the given area and Xo saturation vapour concentration at 

the temperature of the air stream. E/xo was chosen as it is independent of the 
temperature. 

Some typical theoretical and measured results for wind-tunnel scale of turbulence 
are given in table 1 . 


Table: 1 . Calculated and measured bates of evatobation, E/^q, expressed 
AS grammes per BffINUTB PER UNIT (C.G 8 ) OF SATURATED VAPOUR CONCEN- 
TRATION AT THE SURFACE, FOR PLANE PARABOLIC SHAPES OF AREA = 208 SQ.CM , 
IN WIND-TUNNEL CONDITIONS 


wmd speed in m./sec. at 
1 cm. height above surface 


A 

X 





(cm.) 

(cm ) 

type of result 

'2 

4 

6 

0 60 

23-0 

calcuUUed with oc z*** ; K, oc z*-" 

9,eoo 

10,600 

23,100 

0 50 

23-0 

etdeuXated with = 0; K^ac 

0,180 

16,000 

22,200 

0-60 

23 0 

measured 

11,000 

19,600 

27,000 

300 

12-7 

calculated with Ky oc z"; oc z'“"* 

9,020 

17,200 

23,060 

300 

12 7 

calculated with Ky = 0, K. oc z'"*” 

9,600 

16,800 

23,000 

3-00 

12-7 

measured 

11,700 

21,600 

30,700 


This table shows that, for this set of experiments, the "Ky = 0 theory’ under- 
estimates the rates of evaporation by 13 to 20 %, and that the use of Ky, as specified 
in § 4 , improves agreement by 2 to 4 %. In this connexion, a much more comprehensive 
series of experiments by Pasquill ( 1 943 ) on evaporation from circular and rectangular 
areas in a wind tunnel gave even letter agreement (to within 5 % for wind speeds 


Voi 190 A 
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up to 6m./Bec.) between *Ky ^ 0 theory’ and experiment. It has therefore been 
established that for praotioal purposes the theoretical model of turbulence with 
one-dimensional dispersion is already satisfactory for assessments of tvaporaJLion, 
The important difference in the two theones is expected in the decay of con- 
centration in liquid vapour with height above the saturated surface. Unfortunately, 
reliable experimental results for rates of variation above parabolic surfaces are not 
available, but it is of interest to compare theoretical values Table 2 was calculated 
by applying the equations for concentration to an area 10 yd downwind length 
and bounded by the curve y* = 8x. A so-called 'atmospheric k' was used for esti- 
mating Qy and Of, when n » 0-25 and wind speed (at 2 m.) = 4m./seo ; i e the von 
K4rm&n k for wind-tunnel flow was multiplied by a factor, dependent on meteoro- 
logical observations, to allow for the scale differences of eddy effect in the wind tunnel 
and in the open atmosphere. Use was made of ideas due to Prandtl and Th. von 
K4rm4n. These are described by O. G Sutton (1934). If | denote the absolute 
magnitude of vertical component of eddy velocity, then 

du 
Vz ' 

where V is an individual ‘ mixing length ’ Hence | oi' | = 2 
length. This equation, together with von K4rm4n’B expression 





' dz* 


yields the equation | ci' | = ^ 

The appropriate values of k were determined from (a) equation (4-1) and (6) experi 
mental values of | oi' | . 


dhi 


du 

dz 


; 1 18 the mean mixing 


\ii} 


= V\ 


Table 2. Theobetioal decay in gonoentbation above the centre of the 

DOWNWIND E1>0E OF A PARABOXJO ABBA, = 8^, OF DOWNWIND LENGTH 
10 YARDS IN THE OPEN ATMOSPHERE 


U (at 2 m ) = 4 m /sec 

n = 0 26 (i e. approsimately zero temperature gradient condiiLons) 


Ratio of 


concentration of vapour at heiglit Z in 
concentration of vapour at height I in. 


above the centre of the downwind edge. 


theory 


a:, = o 


Ky = 


height (in.) 1 S 24 66 1 B 24 66 

ratio 1-00 0-43 0 14 0 011 1-00 0'20 0-06 0 006 


Experiments have been carried out by the Ministry of Supply to determine the 
decay with height m concentration of vapour above rectangular areas (some typical 
results are shown in table 3). It was discovered that the calculated decay, using 
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the one-dimensional dispersion system, is much too slow. These experimental values 
are grouped closely around zero temperature gradient conditions and have been 
averaged. Theoretical, i.e. = results based on these average conditions, 
have been worked out from equations (6-4) and are quoted in table 3 They are 
identical with the 'Ky = 0’ results of table 2 (same ‘n’ value, with slightly different 
wind speed) to the order of accuracy quoted. Table 2 illustrates the much more 
rapid dilution of concentration obtained with the two-dimensional system. 


Table 3. Measured and calculated gongentratton over the downwind 
EDGE OV A rectangular AREA 10 YARDS DOWNWIND LENGTH AND 30 YARDS 
LATERAL DIMENSIONS SAMPLING POINT AT THE CENTRE OF THE DOWNWIND 


EDGE 

Wind speed 
in ni /see 
(at 2 m. height) 

temperature 
gradient °F 
(36' -3') 


^ concentration at height Z in 



Cfinoentration at height 1 in 


1 in 

8 in. 

24 in 

06 in, 

4-10 

- 1 7 

(a) measured values 

1 00 0 24 

0 06 

0 002 

3-21 

-1-7 

1 00 

0 30 

0 06 

0 003 

4-19 

0 

1 00 

0-33 

0 08 

0 007 

5 H4 

-0 1 

1 00 

0 28 

0 04 

0 003 

5 50 

-04 

I 00 

0 35 

0 05 

0-014 

means 4-58 

-0 6 

1 00 

0 31 

0 06 

0 006 

4 58 

(6) calculated values (based on 0) 

0 1-00 0 43 

0-14 

0 011 


8 Discussion 

It appears from §7 and other results (Pasquill 1943; Frost 1946) that for plane, 
finite evaporatmg surfaces the theoretical expressions for total rates of evajioration 
into turbulent air streams, on the basis of an eddy diffusion agency operative only 
in a direction normal to the evaporating surface, is adequate for practical purposes 
A alight improvement is introduced with the expressions obtained in § 5, but the 
advantage in simplicity of mathematical form lies with previous results The equa- 
tions obtained by the ono-dimensional model, however, for the decay in concentra- 
tion above an evaporating strip of finite lateral dimensions seriously underestimate 
the effect It is proposed that the introduction of a lateral diffusion mechanism, even 
though empirical in nature, is a first step towards an improved theory Solution of 
the resulting differential equation for areas of other shapes has as yet not been 
successful, e g. a rectangular strip, infUiite in extent downwind, appears to lead to 
Mathieu functions of the hyperbohc and elliptic type in the case of constant wind 
and diffusivity, and to the Associated Mathieu functions in the general case A com- 
pletely satisfactory analytical solution has, as yet, defied all attacks. The question 
of a second lateral edge has also not been resolved. 


16-2 
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It will be of interest to specify atmospheric diffusivity by means of Frost’s 
empirical formula (Frost 1946) and to compare results for evaporation from a 
parabolic area with those obtained using O. G Sutton’s expressions. These calcula- 
tions are being carried out by the author. 

For the future development of the theory of turbulence in the atmosphere there 
IS a clear need for a new formulation which will furnish precise expressions for the 
coefficients of eddy diffusion. At the moment it appears that a good approximation 
only has been obtained by postulatmg the behaviour of these coefficients in the 
atmosphere. 

I wish to express my thanks to Dr W. O. Bickley for his initial suggestion and 
guidance, and to Professor L. Bosenhead, F R S , for his interest in and criticism 
of the work . Finally, acknowledgement is made to the Controller General of Research 
and Development, Ministry of Supply, and to the University of London for permis- 
sion to publish this paper. The contents of table 3 are taken from a Mmistry of 
Supply Report, and a part of this paper was included as a section of the author’s 
thesis for the degree of Ph D of the University of London 
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The vibration spectrum and molecular configuration 

of cyclohexane 

By D. a Ramsay and G B B M Sutherland 
Laboratory of Colloid Science, Cambridge 

{Communicaled by E. K- Rideal, F>R.S, — Received 2 SepterrJber 1040 ) 

The phyHical evidence for the ntructure of the cyclohexane molecule (X ray, electron dif- 
fracUon, dipole momonl;, vibration epeotra) la all in favour of the Vliair* conflguration. The 
twelve Vibration frequencitiH for the carbon skeloton of this tiiodcl have beon calculated, 
uaing a simple valency force field There are eight distinct frequencies, four being doubly 
degenerato The two force oonstanta are evaluated from two of the Raman frequencios and 
used bo calculate the remaining six frequencies Five of these frequencies are found to agree 
With the observed froquoncics to within 4 %, while the sixth frequency is too low to be 
observed conveniently in the infra-red and is forbidden m the Raman spectrum. The value 
calculated (206 cm.-^) for this sixth frequency is, however, consistent with the speoiAc heat 
data. The selection rules are shown to be obeyed by the assigned frequencios The value for 
the C-C stretching force constant, viz. 3 7 x 10* dynes/cm is considerably lower than that for 
the same bond in ethane, \ i/. 4 5 x 10* dynes/cm , indicating a weakening of the C-C bond in 
cyclohexane relative to ethane 

Introduction 

It is more than fifty years since Sachse (1890) first pointed out that it was possible 
for the cyclohexane molecule to exist in two configurations — the well-known ' chair ' 
and ' boat ’ forms — without distorting the tetrahedral valencies of the carbon atoms. 
Later, in their work on the stereochemistry of certain cyclohexane derivatives, 
Perkin & Pope (1906) adopted a planar configuration for the cyclohexane ring, 
though this involved considerable distortion of the carbon valence angles (figure 1) 



chair boat planar 


Figurb 1 

In recent years several physical methods have been applied to the determination 
of the configuration of the cyclohexane nng and considerable evidence has accumu- 
lated in favour of the ' chair’ structure. Hassel & Kimgstad (1930) investigated the 
crystal structure of cyclohexane at - 80 ° C and showed that the results favoured the 

[ 246 ] 
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‘ohair’ configuration. Similar inveatigatious by Dickinson & Bilicke (1928) on the 
crystal structure of hexachloro- and hexabromo-oyclohexane, and by Halmoy & 
Hassol (1932) on the crystal structure of 1 : 4-diiodo- and 1 . 4-dibromo-oyclohexane 
support this view Lonsdale & Smith (1939). however, found that an X-ray powder 
photograph of cyclohexane at — 180° C indicated the probable existence of a low- 
temperature modification of lower S3rmmetry. Pauling & Brockway (1937) showed 
that the electron diffraction pattern for cyclohexane vapour was inconsistent with 
a planar configuration for the molecule, but their results did not distinguish con- 
clusively between the ‘chair’ and ‘boat’ forms, though the theoretical intensity 
curves for the ‘chair’ form were in better agreement with the experimental curves 
Similar ooncluaions were reached by Hassel & Taarland (1940) Extensive measure- 
ments on the dipole moments of cyclohexane denvatives have been carried out by 
Hassel (1934)- In particular the dibromo- and diiodo-derivatives of high melting 
pomt were found to have zero dipole moments, indicating that the cyclohexane ring 
exists in a highly symmetrical form. Similar results were found for the correspondmg 
dichloro-compound and for the hexaohloro-denvative. 

The different symmetry properties of the three structures enables one to dis- 
tinguish between them by the different numbers of fundamental vibration frequencies 
active in the infra-red and Raman spectra in the three cases and further by differences 
m the states of polarization of the Raman lines. Langseth & Bak (1940) investigated 
the Raman spectrum of cyclohexane and concluded that their polarization data 
supported a planar configuration, but Kohlrausch & Wittek (1941) found an error 
m the- polarization measurements and showed that the revised polarization data 
were consistent only with the ‘chair’ configuration. These measurements were 
subsequently confirmed by Gerding, Stnit Sl Westrik (1942). The infra-red spectrum 
of cyclohexane vapour has been exammed by Rasmussen (1943) and the number of 
active fundamentals found to be compatible with the ‘chair’ configuration only 
In this paper wo have calculated the vibration frequencies of the ‘ chair’ structure 
using a simple valency force field, to determme whether a quantitative interpretation 
of the experimental frequencies can bo obtained and to derive information con- 
cerning the strengths of the C-C bonds in the molecule. 

Equations of motion 

The cyclohexane molecule is treated as a system of six equal *masB points, j, k, 
1, m, 71, each of mass m, situated at the vertices of a puckered hexagon whose 
geometry is defined so that the angles y between adjacent sides are all tetrahedral, 
and the bond lengths s ore all equal (figure 2) 

Applying a valency force field to the molecule, the potential energy V may be 
«pn«>d in th. form F . 

« i 

where k = stretching constant of the C-C bond, c = deformation constant of the 
C-G-C angle, s change in the bond length =» change in the bond angle y^f^. 
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Employing the veotor method recently developed by Eliashevioh (1940) the 
following equations are obtained for the motion of the system. 


^ (2?</ + 008 7 (/rt + g^i) + (2a}* + 2a}, - a}„ - af„), 
j it sin y 

+ 2g,* -q^,- y*„) 

- ^ (^jfc - - «<.. + ®}„ + ajg,) 

Tfto 


( 1 ) 



Fiqxtile 2. • Moaa above the plane of the paper , O mass below the plane of the paper 

Assume that the system executes simple harmonic osoiUations and substitute 
<l,i = and a}* = (a}*)oC« 

equations in are obtained whose roots determine the frequencies of the normal 
modes of vibration of the system. These equations are considerably simphfied if 
we utihze the symmetry properties of the molecule. 

Symmetry properties 

The symmetry elements of the * chair’ structure for the cyclohexane molecule 
consist of (a) a centre of inversion, (6) a principal threefold axis, (r) three equivalent 
twofold axes perpendicular to the principal axis, (d) three equivalent planes of 
symmetry intersecting in the prmcipal axis, and are usually represented by the group 
symbol (figure 3 ). 
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This group consifita of the following classes of synunetry operations: 

(а) The identity operation (/) which leaves the molecule unchanged. 

(б) Inversion about the centre (t) 

(e) Rotation of ± — about the threefold axis (2Cs). * 

O 

(d) Rotation of n about the twofold axes 

(e) Rotation of ± about the threefold axis, followed by reflexion in a plane 

6 

perpendicular to this axis (2S^). 

(/) Reflexion across the planes of sjrmmetry 



Figuhe 3. m, plane of symmetry, Q, twofold axis 

The symmetry properties of the various classes of vibration in this group are 
given in table 1. 


olaas 

/ 

2Cy 

Table 1 

% 

2S^ 


^19 

+ 

+ 

+ 

+ 

+ 

+ 

ili„ 

+ 

+ 

-h 

— 

— 

— 


+ 

+ 

— 

+ 

+ 

- 


+ 

4* 

f — 

— 

— 

+ 


+ 


± 

+ 


± 


+ 

e“® 

± 

- 

+ c«“ 

± 


The symbols Ai and A, refer to non-degenerate classes of vibration, while 
denotes classes of vibration which are doubly degenerate The subscripts g and u 
denote classes of vibration which are respectively S3rmmetrical or antis}anmetrioal 
with respect to the centre of inversion. Non-degenerate vibrations must either be 
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aymmetiical ( + ) or antisymmetnoal ( — ) with respect to each of the symmetry 
operations, i e the displacements of the nuclei after the operation of a symmetry 
element must either remain unchanged or be reversed in direction. Doubly degenerate 
vibrations may be symmetncal or antisymmetnoal with respect to certain symmetry 
operations, but are transformed m a special manner by the remaining symmetry 
elements The two components of a degenerate pair are mutually orthogonal, i e 

= 0 . 

i 

where = mass of the ith particle, = displacement vectors of the tth 

particle in the component vibrations, and may be selected in an infimte number of 
ways. The degenerate pair will he chosen so that one component is symmetrical and 
the other antisymmetnoal with respect to one of the planes of symmetry This is 
denoted in table 1 by the symbol + . The two components then behave in a similar 
manner with respect to the twofold axis at right angles to this plane of symmetry 
With respect to rotation about the threefold axis, the two components transform 
according to the equations 


f;« = £iaCOBl20‘^ + g,,Binl20“, 
sin 120 ° + COB 120 ° 



class class f*, 


Figvrk 4 
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where Ha, f ^ denote the displacement vectors after rotation. This is denoted by the 
symbol The symmetry operations 28^ are similarly represented by the trans- 
formation ± e®®. 

The geometrical forms of the normal vibrations may now be derived using the 
above symmetry properties and the principle that every pair of normal vibrations 
must be mutually orthogonal. These are given in figure 4. There are no ring vibrations 
in the class 

Expressing these vibrations in terms of q the change of bond length and a the 
change in the C-C-C angle, the sets of symmetry co-ordinates given in figure 5 are 
obtained. 



class Fig 


FiauBB 6 


class 


Vibration equations 


By substituting the appropriate symmetry co-ordinates mto the equations for 
and (equations ( 1 )), the following equations for the various classes of vibration 

are obtained. 

2lc c 

Class = - (l + coBy)H- — j(4-|-co8y). 


vlv 


2 

2 


4c/: 


Class 


a 2* 

V* - — (l-cogy); 

711 


2u 




9c 

ms*’ 


Class A 
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ClasB E, 


»'i+ = - (2 - coa y) + 2 ^, (8 - 7 ooB y). 

nek 


“ 2mV’ 


Class >^+ = ^(2 + coay) + 2^^(4 — Scosy), 

2 2 3cfc 
"?*'>” - 2 ^- 


Experimental 

We have investigated the infra-red absorption speotrum of cyclohexane vapour 
in the region 1600 to 500 cm.~* using a Hilger D 200 double beam spectrometer 
with rock salt and potassium bromide prisms. The cyclohexane used was a specially 
pure sample obtained from Bilhngham. The length of the absorption path 



Fioobr 6, Atmospheric CO, sbsoiption used lor calibration. 
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was 26 cm and the vapour pressure of cyclohexane 88 mm. The spectrum obtained 
was in good agreement with the earlier curves published by Kettenng Ik Sleator 
(1933) and Rasmussen (1943), except that we did not observe the absorption band 
at 14-85/f (673-4 om.~^) recorded by the former authors This band is possibly due 
to a small amount of benzene impurity, os it agrees in position and contour with 
a strong benzene band recorded by Kettering Ik Sleator (1933) We have also 
measured the infra-red absorption of cyclohexane in the liquid state using on absorp- 
tion path of 0-06 mm. The principal frequencies agreed with those observed in the 
vapour, but additional weak bands were observed at 1350, 1 158, 1 1 10, and 624 cm 
Again we observed no band at 673 4cm.~^. By increasing the absorption path to 
7 mm , we did, however, observe a weak band in this region at 667 cm That this 
was not due to a small amount of benzene impurity was shown by comparison with 
a spectrum of cyclohexane to which I % benzene has been added (figure 6) It is 
certain that the position and shape of the cyclohexane absorption differs markedly 
from that of benzene in this region 

No measurements have been made on the Raman spectrum of cyclohexane 
vapour, but the Raman spectrum of the liquid has been mvestigated by Langseth 
& Bak (1940), Kohlrausoh Ik Wittek (1941) and Gerding, Smit & Westnk (1942) 
The infra-red and Raman frequencies below 1600 cm. arc listed in table 2, the 
figures m brackets giving the relative intensities of the bands 


Table 2. Ikfra-bed and Raman frequencies fob cyclohexane 


infra -rod 



^ — 

^ 

Hainan 

vapour 


liquid 

liquid 

— 


524 (2) 

384 (1), P 

— 


067 (0) 

426 (2), D 

804 (0) 


862 (6) 

802 (10), P 

ooa (6) 


B06 (6) 

1029 (6), D 

lOlfi (1) 


1017 (3) 

1137 (3), P 

1042 (3) 


1041 (4) 

1267 (6), 

— 


1110 (0) 

1348 [2),D 

— 


1158 (0) 

1426 (»),— 

1201 (5) 


1269 (6) 

1444 (6), D 

— 


1360 (0) 

1465 (J), — 

1466 (10) 


1463 (10) 

— 


P, poJorized; D, depolarized. 


Absiokmbnt of futtdamentals 

The forty -eight normal modes of vibration of cyclohexane may, to a first approxi- 
mation, be divided into the following groups. 12 C-H stretching vibrations, 6 H-C-H 
bending vibrations, 6 C-C stretching vibrations, 0 C-C-C bending vibrations and 
10 ^CH, rookmg and twisting vibrations. The S3rmmetry classes of these vibrations, 
assuming a ‘chair’ configuration with symmetry Dg^, have been discussed by 
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RasmuBBen ( 1943 ) and are given in table 3. The frequency ranges for the various 
types of vibration and the infra-red and Raman selection rules are also given It 
should be noted that no frequency is permitted to appear both in the infra-ixid and 
the Raman spectrum as this model has a centre of s 3 mimetry. 


Tabus 3. Sybimetby classes or the various types or vibbatior 



frequency 

number of vibrations per class 



range 

f 


_A 


^ 

type of vibration 

(cm “') 


A^g 


Elg 

■®1H 

12 C-H stretching 

2850-3000 

2 0 

0 

2 

2 

2 

6 H-C-H bending 

1350-1600 

1 0 

0 

1 

1 

1 

18 rocking and twisting 

700-1360 

1 2 

2 

1 

3 

3 

0 C-C stretching 

700-1360 

1 1 

0 

0 

1 

1 

6 C-C-C bonding 

<700 

1 0 

0 

1 

1 

1 

selaotiQU rules 


P f 

/ 

IH 

D 

IR 

P, polarized line in Raman, 

J, forbidden; 





D, Hepolurizod line in Raman , IR, active in infra-red 


The three polanzed lines in the Raman spectrum below 1600 om.~', viz 384, 802, 
1167 cm. may be assigned to the totally symmetrical class of vibrations 
The 384 cm. line is undoubtedly the symmetrical C-C-C bending frequency, and 
the 802 cm line is probably the symmetrical C-C stretohmg frequency (cf the 
symmetncal breathing frequency of benzene at 902cm.~^). Substituting these 
frequencies into the equations for the class A^g vibrations the following values for 
the force constants are obtained. 

k = 3*60 X 1 O'* dynes/cm., cja* = 0-438 x lO^dynes/cm 

Using these force constants the frequencies for the remaimng classes of vibration 
may be calculated. These are given in table 4. 


Table 4. Observed and oalovlated rREQUENCiEs roR cyclohexane 





cm 


class 

activity 

(calc.) 

(obs.) 

%diff. 


Raman 

802 

802 

— 


384 

384 

— 

illy 

inactive 

1092 

1110 

-16 

■^lu 

infra-red 

691 

007 7 

+ 30 


Raman 

1008 

1029 

+ 3-7 



420 

426 

-14 


mfra-red 

914 

903 

+ 1-2 


200 

T 

— 


The weak frequency at 1110 cm observed m the infra-red spectrum of the 
liquid but absent in the spectrum of the vapour is probably the inactive class A^^ 
fundamental appearing in violation of the selection rules It is interesting to note 
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that two of the other additional weak bands observed in the speotrum of the liquid, 
viz 1158 and 1360 om ooinoide with frequenoies permitted in the Raman spec- 
trum. A breakdown of the selection rules in the liquid state is well known. 

The depolarized lines in the Raman spectrum at 1020 and 426cm.~^ lie close to 
the frequencies calculated for the class vibrations. Confirmation of the degener- 
acies of these frequencies is afforded by the Raman spectrum of cyclohexane — 
investigated by Langseth & Bak (1940). Each of these frequencies is found to be 
split into two components, due to the reduction of the symmetry of the molecule by 
the introduction of the deuterium atom 

The infra-red frequency at 903 cm agrees closely with the frequency evaluated 
for the class stretching vibration, but direct confirmation of the degenerate 
bending frequency in this class has not been possible owing to the experimental 
difficulty of measuring infra-red frequenoies lower than 300 cm. A value of 
210 cm, for this frequency has been derived from specific heat measurements by 
Aston, Szasz & Fink (1943), but the agreement with our calculated value of 200 cm.'^ 
cannot be regarded as confirmatory evidence owing to the drastic assumptions 
regarding the magnitudes of the IS^CHg rooking frequencies made by these 
authors However, it is significant that in the closely related molecules tetra- 
hydropyran, 1 4-dioxane and trioxane, a Raman frequency has been observed in 
each case by Kahovec & Kohlrausch (1937) in the region 200 to 250 cm 

The assignment for the class frequency is less certain We have been unable 
to detect any absorption in the region of 691 cm in the infra-red spectrum of the 
vapour or in the spectrum of the liquid using an absorption path of 0 05 mm , but 
there is always the possibility that this fundamental is exceptionally weak in 
absorption We therefore investigated the absorption of a 7 mm. layer of the liquid 
in this region and found a weak band at 607 cm We have shown (figure 6) that 
this band is not due to benzene impurity and hence may be the weak fundamental 
required. 

This completes the assignment of the skeletal frequencies which we have com- 
puted, and it is not profitable to attempt a fuller interpretation of the cyclohexane 
spectrum This cannot be done until the spectrum has been investigated using very 
high resolving power, and due consideration has been given to the theory of the 
hydrogenic frequencies However, it should be possible to interpret all frequencies 
below 700 cm and the only one which we have not yet accounted for is the weak 
infra-red band at 624 cm This is most probably the difference band (903-384) om 

We have also considered whether the available evidence on band contours is 
consistentwithour assignments. The 'chair’ formof cyclohexaneisasymmetricaltop 
molecule Assuming values of 1-09 and 1-64 A respectively for the C-H and C-C 
interatomic distances, the moments of inertia are 

= 194 X 10-*®g cm.®, Ic “ 336 x 10“"g.om,® 

According to the formulae ofGerhard& Dennison (1933), this means that the parallel 
bands should have a P-R doublet separation of 22-5 cm.^^ at 15^ C. The perpen- 
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dioular bands should also have a P, Q, IZ structure in which the P~R doublet separa- 
tion is decidedly smaller. It is not possible to give this separation precisely from their 
curves, and in addition it must be remembered that Gerhard Sc Dennison (1933) 
took no account of Coriolis's interaction in the perpendicular bands, so that their 
calculations are only qualitatively correct for many perpendicular bands The only 
infra-red band in our assignments which has been observed in the vapour state is 
that at 903 cm This should be a perpendicular band and so would not be expected 
to show a doublet separation of 22 5om.'^ This is consistent with the existing 
expenmental data. 


Th£ values of the forge constants 

The value for the stretching constant of the C-C bond in cyclohexane obtained 
above, viz. 3-7 x 10^^ dynes/cm , is seen by reference to table 5 to be considerably 
lower than any of the values obtained by various authors for ethane. Differences in 
force constants of bonds in polyatomic molecules must be interpreted with caution, 
as the bond-force constant may vary appreciably with the potential function 
employed. However, we believe the difference observed here to be a real one and to 
indicate a weakening of the C-C bond in cyclohexane compared with ethane, since 
{a) the difference is much greater than the variations in the ethane constant found 
by using different functions, and (6) the function we have used contains no inter- 
action terms (which usually alter bond constants appreciably) and yet gives a very 
satisfactory interpretation of the skeletal spectrum Dr A. D Walsh has pointed 
out to us that additional confirmation of our conclusion is provided by the fact that 
the ionization potential of cyclohexane is considerably less than that of ethane 
(Walsh 1946) 

Table 5 




C-C stretching 

C-C-C bending 



constant 

constant 

author 

substance 

X 10 * dynes/cm. 

X 10 * dynes/cm 

Stitt ( 1939 ) 

ethane 

4 50 

— 

Liiinetb ( 1940 ) 

ethane 

4-53 

— 

Eliaahevich & 

ethane 

4'47 

— 

Stepanov ( 1941 ) 

propane 

4-47 

0 70 


n-butane 

4-47 

0 70 

Present 

cyclohexane 

3-7 

0 44 


It is interesting to note that the value for the deformation constant of the bond 
angle is very much lower than that given by Eliashevich Sc Stepanov (1941) for 
propane and n-butane. Although the assumption made by these authors that the 
C-H and C-C force constants in propane and n-butane are the same as those m ethane 
IB not entirely justified, the difference between our value and theirs is too great to 
be explained as other than a real effect. It would appear, therefore, that the decrease 
in the C-C bond stretching force constant on oyclization of a saturated hydrocarbon 
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is aooompanied by a ooixesponding decrease in the C-C-C bond angle deformation 
constant. 

We are grateful to Professor E. K. Rideal for his interest and encouragement, to 
Dr R P. Bell, Dr A. D. Walsh and Mr T. E W. Nind for valuable discussion and to 
Messrs I. C. 1., Billingham, for the sample of pure cyclohexane. One of us (D.A R ) 
wishes to acknowledge a maintenance grant from Messrs B. X. Plastics Ltd., 
during the tenure of which this work was carried out. 
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The crystal structure of sucrose sodium bromide dihydrate 

By C. a. BEBVJiBS and W. Cociihan 
Dewar Orystallographic Laboratory^ University of Edinburgh 

{Communicated by Sir Laivrence Bragg, FR.S — Received 4 October 1946) 


The complete cryabal Htrurtiirn of aucrose sodium bromide di hydrate haa been determined 
The crystalfl are orthorhombic, with apare-^p^^up P2| 2| 2^, and cell-edges u — 21 92, 6 = 9 72, 
c = 8 43 A The broinino poHibiona were obtained from Patterson -Harkor ayntliesos, and the 
Higna of the P’a of the (OX-f), {hi)l) and {hkO) planes from the chaiiKO of mtenaity from the 
chloride bo bromide cumpouiids Fourier projectiona parallel to the three axna were used to 
determine the complete structure 

In the structure the pyranose ring of the moloculo is of the Sochse trans form The fiiranose 
ring IS an unexpectedly compact grouping, and one member of the ring ih displaced from tho 
plane of the other four The conhguration of both rings is such as to allow the groups attauheil 
to the ring atoms to approooli os nearly os possible to the mean plane of each ring Direct 
proof that sucrose may be described as 

a-(i-gliicopyranoBido>/7-d-frucbofuraii08ido 

has been obtained for the llrst tune The sucroae molecules are held together by bonds from 
the hydroxyl groups to the Na and IJr ions and to the water molecules, the hydroxyl groups 
each having two external bonds 

Tho method used of reducing the observed intensities to on absolute scale is described, 
and the proof of tho correctnoas of the structure is given as a set of diagrams of calculated 
and observod electron density 


Introduction 

The crystal structure of sucrose sodium bromide dihydrate is of interest for the 
following reasons. ( 1 ) It forms a valuable exercise in the solution of a complex crystal 
The sugars are well known to be difficult subjects for complete X-ray analysis The 
difficulties arise partly from a lack of knowledge of the detailed conformation of the 
saccharide molecules, and a few accurate determinations should give considerable 
assistance in subsequent work on other sugars. (2) This particular structure is that 
of an addition compound of an unusual typo containing different types of chemical 
bonds, tho external bonding of the — OH groups of the sugar molecule being of 
especial interest (3) Tho sucrose molecule provides evidence of the detailed geo- 
metrical form of both the pyranose and furanoso rings, about which there has been 
considerable speculation Tho pyranose ring was supposed to have all its carbon 
atoms in a plane by Cox, Goodwin & Wagstaff (1935), who argued from the cell 
dimensions of over sixty sugars and their methyl derivatives Later, however, the 
structure of glucosamine hydrobromide (and of the isomorphous hydrochloride) 
was determined by Cox & Jeffrey (1939), who found the pyranose ring to be of the 
Sachso trana form. Hitherto there has been no evidence as to the conformation of the 
furanose ring in sugars, but it has often been supposed to be flat, since this gives 
interbond angleaof 108° within the ring, a good approximation to the tetrahedral 
angle. (4) The chemical evidence for the linkage of the pyranose and furanose rings 
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through an oxygen atom is oonolusive, but it is not certain from chemical results 
whether the monose residues have the a or the ^ configuration. Indirect evidence 
favours the a form for the glucopyranoside residue and the fl form for the fructo- 
furanoside residue, so that the formula for sucrose should probably be as shown in 
figure 1, but X-ray structural work appears to be the only method capable of giving 
a clear decision on these points 

(6) (6) 



FimiRE 1 Chemical Htrucburo of Hucrose, nhowing moat 
probable eonfiKiiraLions of (^(1) and C(2'). 


A brief description of certain addition compounds containing sucrose has been 
given by one of us in a previous communication (Cochran 1946) The substances 
investigated were 

2C„HaaO„ 3NaI 3HjjO. Ci,H„Ou-NaBr 2H2O and C„HaaO„ NaCl 2H2O 

The second and third of these compounds are isomorphous, and the projection of 
their space-group i^2^2^2| down a crystal axis gives the plane group Pba, which pos- 
sesses centres of symmetry Those facts make it possible to overcome the fundamental 
diflioulty of X-ray analysis — that the relative phases of tlie diffracted beams are 
unknown — anil determine by purely synthetic methods the crystal structure of 
^12^22^11 NaBr 2H2O, provided only that the co-ordinates of the replaceable atom 
can be found 


Experimental 

Specimens for photography were prepared by chipping away parts from a single 
crystal with a razor blade until a roughly cylindrical portion remained, the length 
of the cylinder being in the direction of an axis of the crystal The cylinder was tlien 
smoothed by rolling it between two pieces of fine sandpaper until its diameter was 
ri mm Weissenberg photographs of individual layer lines were taken with the 
crystal oscillating through an angle of 240°, About twelve such layer lines result 
from an a-axis specimen when Cu Ka radiation is used ; these were photographed as 
far as the ninth. Four layer lines were photographed from each of the 6- and c-axis 
specimens. Three photographs of exposure time 10 hr., 2 hr , and ^ hr. were taken of 
each. The complete mvestigation of the two oompounds thus involved the prepara- 
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tion and orientation of six crystal specimens and the taking of over one hundred 
Weissenberg photographs. So far only the data obtained from the zero layer-line 
photographs have been utilized to determine the crystal structure. The following 
table summarizes the rc^siilts obtained by measurements made on those photographs 


and in other ways 

a 

b 

c 

V 

z 

density 

(ealc ) (oba ) 

A 

space - 
group 

CiiH„On NaDr 2H,0 

21 02 

0 72 

H 43 

1700 

4 

1 7711 

1 783 

43 4 

P2i2i2i 

CibH„Oii NaCl 2H,0 

21 75 

0 02 

8 40 

175H 

4 

1 051 

1 050 

29 4 

P2,2,2, 


Densities were found experimentally by adding alcohol to bromoform until a crystal 
fragment remained suspended in the mixture The space-group was found from the 
systematic absences AGO for A odd, OkO for k odd, and OOl for I odd, no other syste- 
matic absences being observed 


iNTKNSITy KSTTMATION 

The assignment of intensities to the photographically recorded X-ray reflexions 
was done by a method which wo believe to bo more accurate but no less rapid than 
that previously employed in this laboratory The previous method consisted in the 
visual comparison of spots on the photograph with a photogniphic wedge in the 
centre of the film, and it suffers from two main disadvantages ( 1 ) The wedge consists 
of twenty steps, each of uniform photographic density, while the spots vary in 
density across their breadth because of absorption of the X-ray beam in the crystal 
Efficient visual comparison of uniform and iion-uniform densities is difficult 
(2) The spots are viewed against a background of lessor photographic density, while 
the scale is usually imprinted on a part of the photograph that has not been exposed 
at all Thus for accuracy two observations should be made, one of the intensity of 
the spot and one of the background intensity in its immediate neighbourhood, the 
latter should then be subtracted from the former In attempting to estimate in- 
tensities by this method it was noticed that it was much easier to judge the departure 
from equality of two spots close together on the film than it was to compare either 
of them with the wedge in the centre This observation forms the basis of the method 
finally adopted By exposing different parts of a film to the same X-ray reflexions 
for various lengths of tune a number of spots whose photographic densities corre- 
sponded to X-ray intensities m a known ratio were obtained. Intensities could now 
be estimated by moving this scale beside the spot under examination until one was 
found on the scale which appeared identical when viewed by diffusely transmitted 
light. The two spots were thus viewed through the same background and, since their 
densities varied in roughly the same way, comparison was Facilitated By using the 
photographs of different exposure times which had been obtained for each layer 
line, intensities ranging from 1 to 400 were placed on a numerical scale. The accuracy 
of this very simple method can be assessed from the following table, which shows 


17-2 
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the intensities assigned to the (AOO) reflexions given by both.b- and c-axis specimens 


ofC„H, 

index h 

uPii 

2 

NaBr 2HgO 

4 6 H 

10 

12 

14 

16 

18 

20 

22 

24 

20 

28 

b-axiH 

0 

224 

144 220 

224 

3 

6 

42 

0 

30 

0 


Hi 

30 

c axis 

0 

220 

160 266 

260 

4 

8 

44 

0 

31 

0 

2 

8i 

31 


Polarization and Lobbntz factors 

The calculation of these effects was made in the following way. Zero layer sections 
of the reciprocal lattice were drawn out on a suitable scale, and the intensity I(hk) 
of each reflexion was written beside the corresponding lattice point {hk) Each such 
point IS at 2sjnd from the lattice origin Values of 0 = (1 + cos*2£^)/(Bin2tf), at a 
suitable interval, were wntien out on a piece of transparent material, each value of 
0 being written at a distance of 2sm^ from a pin-hole near one end of the trans- 
parent scale By pivoting this scale about a pm passing through the origin of the 
lattice section the value of 0 corresponding to each lattice point could be read off 
directly This method could be used to find rapidly any factor, for each reflexion, 
which IS a function of sin^^. The value of 1O//0 = C/* was now calculated for each 
reflexion, the factor 10 being introduced to make the numbers 0 of a convenient 
order of magnitude 

Location of rkplaceable atom 

The bromine atom was located by Patterson-Harker methods. As is well known 
the Patterson function exhibits maxima at vector distances from the origin equal to 
vector distances between pairs of atoms. 

P{uv) = ^ 2 ^^ cos 2n(hu + kv) 

represents this function projected on (001), its maxima give the components of the 
vectors in this plane The equivalent points of P2|2^2j are~ 

{^y^) + 2) + (i-x,y,i + z). 

Vectors between these points have components u and v shown below 

u i i 2a; ir l-|-2a; J — 2a; \ + 2x \-~2x 

« 4 + 2y i - 2y i i 2y 2y 2y 2y 

Vectors of this type occur for each atom in the unique volume of the unit cell, and 
P{vv) will exhibit corresponding maxima In particular P{u\) will have a large 
peak at w = ± while P(^v) will have a large peak at u = J where and 
are co-ordinates of the bromine atom. Because of the symmetry of the projection 
these functions may be written (omitting proportionality constants) 

= S {S ( - 1)* P»(AifcO)} COS 2nhu 

h 

■P(iw) = S {2 ( - 1)* COB 2ifkv. 

k 


and 
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Similar oonsiderations apply to the {yz) and (xz) co-ordinates, so that two indepen- 
dent values can be got for each of and Values of in absolute units were not 
available at this stage of the investigation, values of (as defined above) were 
used instead as coefficients in the ono-dimensional syntheses. This method gave 

= 0-066, 0 066, 1/1 = 0 175, 0 178; = 0 048, 0 063 


ISOMOBFHOnS BEFLAOEMENT METHOD 

The theory of what may be called the isomorphous replacement method of 
crystal-structure determination will now be briefly outlined, taking the projection 
on (001) as an example of its application. This projection has centres of symmetry 
at the points (^0) (JO) (JJ) (J^). If the origin is transferred to (JO) it will therefore 
coincide with a centre of symmetry The atomic structure factor referred to this 
origin IS 

S(hk) = 4 cos 2nhx cos 2nky when A + i = 2n 

and S{hk) = — 4 sin 27rAj; sin 2nky when A -h A = 2n + 1 . 

Assuming that all atoms have the same co-ordinates in the crystal structures of 
^ 12 ^ 22 ^) 11 . NaBr . 2 H 2 O and . NaCl 211^0 (denoted by subscripts B and C 

respectively), then 

+ S ^ifi Fp = BJq -h SJ 

i t 

where /h,/c and/^ are atomic scattering factors and subscript i denotes atoms other 
than bromine or chlorine 


Therefore 


-F^ — 


The right-hand side of this equation involves quantities which can be evaluated 
from the known position of the bromine atom. If | Fj^ \ and | Ff^ | are known, the 
signs to be associated with each can therefore be determined It may be noted that 
in order to make use of this result each | F | must be known m absolute units, 
whereas the method of intensity measurement outlined above gives | 6|, which 
represents | ^ | on an arbitrary scale and is uncorrectod for a number of eflects 


Write 


F^ oc a^ATH. 


Now these functions, the absorption factor A, the temperature effect T, and the 
factor R which has been introduced to take acoount of the fact that the photographic 
method does not measure integrated reflexion intensity but peak reflexion intensity, 
are all functions of sin 0, at least for zero layer-line reflexions. Hence write F = gO, 
where g is a correction factor which vanes with sin 0 To establish the structure 
amplitudes on an absolute scale it is therefore necessary to find gjg{Bin0) and 
g^(Bin 0). This can be done by making use of equation (1) in the form 


( 2 ) 
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All obaervations were grouped together in about a dozen sets, all those of one set 
coiresponding to approximately the same value of sin 6 The values of gj^ and 
could therefore be regarded as constant within each group Approximate values of 
these factors were obtained by inspection of a number of cases where one of or 
Gf. happened to be zero. These approximate values, when inserted in equation (2) 
were sufficient to establish the signs to be associated with | Qj^ | and | | in the great 

majority of cases. More accurate values were then obtained by setting up os many 
equations of type (2) as possible, involving G’s of approximately tlie same value of 
sin 0 and then solving hy the method of least squares for gj^ and These are shown 

as functions of sin 0 in the accompanying graph (figure 2) Each O was now multi- 
plied by the corresponding value of ^ to give F Calculated and observed values of 
could now be compared and the agreement was found to be sufficiently good 
to establish the signs of the F'h in the great majority of cases. A number of dis- 
crepancies remained as long as it was assumed that the chlorme atom hod exactly 
the same co-ordinates as the bromine, but these could almost all be nmioved by 
assuming that the x co-ordinate of chlorine was ()'()5H, instead of 0 065 as found for 
bromine This was confirmed by evaluating the function which was found to 

have a maximum corresponding to a: = 0 0675, but did not have one corresponding 
to X = 0 066 By applying similar tests to the y and z co-ordinates these were found 
to be unchanged in passing from bromine to chlorme. By using equation (1) in the 
modified form ,, „ „ . . 


it was now possible to establish the signs of a sufficient number of the F"s (about 
80 %) to carry out the computation of electron density maps. 



Interpretation of Fourier projections 

The structure was by no means obvious from the Fourier projections since the 
omission of important terms from the syntheses caused certain atomic positions to 
be represented by very diffuse maxima, while other maxima were later found not 
to correspond to atomic positions The sodium atom was readily located since it 
caused electron density maxima considerably greater than those due to carbon or 



The crystal structure of sucrose sodium hrordide dihydrate 203 

oxygen, and it was known that its distance from the bromine atom would be approxi- 
mately 3 A The sucrose structure was arrived at in the following way Copies of 
the electron density maps on a scale of lin. = 1 A were supported by a w'ooden 
framework along the three sides of the unit cell Thrive electric lamps wore arranged 
at a distance of several metres so that each gave an almost parallel beam of light, 
perpendicular to one of the planes A number of small spheres with lioles bored to 
accommodate totrahedrally disposed bonds of steel lod 1 5 in long were used to 
build up a rough molecular model, starting from a single atom and adding others in 
such a way that the shadows cast always fell on maxima of all three electron density 
projections In this way a satisfactory structure was arrived at for one-half of the 
molecule- -the glucose residue Considerable difficulty was experienced in settling 
the approximate configuration of the fructose residue since it docs not give a really 
clear projection on any of the three planes. A number of arrangements were tried 
until one was found which gave very satisfactory agreement between calculated and 
observed structure amplitudes, and it was then possible to find by calculation the 
feigns of all important terms previously omitted from the syntheses The electron 
density maps were then recalculated and found to be in very good agreement with 
the postulated structure (sec later) Final atomic co-ordinates were derived almost 
entirely from the (010) and (001) projections since practically none of the atoms is 
separately resolved in the (100) projection due to the comparatively small area of 
the latter The eighty-one parameters which define the structure are given below 
(in 1 /fiOths of the cell edges) 


ParaniPters in of cell edyvs 


Br 

(3 D 

10 6 

31) 

CH,(l') 

(160 

56 0 

38 0) 

Na 

(4 4 

2H 3 

7-5) 

OH(r) 

(15 8 

48 3 

33 8) 

CH(I) 

(U 2 

12 8 

36 0) 

<'(2') 

(10 9 

58 0 

38 0) 

0(1) 

(10 3 

6 3 

42 0) 

0(2') 

(0-5 

67-0 

2N 6) 

Cll(2) 

(13 2 

10 2 

41-5) 

(’H(3') 

(8 5 

52'fi 

43 4) 

OH(2) 

(16 2 

16-6 

45 8) 

()H(3') 

(H4 

54 0 

53-6) 

CH(3) 

(10 4 

23 fj 

47 0) 

CH(4') 

(5 2 

51 8 

37 8) 

011(3) 

(12 3 

30 2 

51 8) 

OH(4') 

(3 0 

44 5 

40 8) 

UH(4) 

(7 2 

26 6 

43 0) 

CH(6') 

(6 5 

61 4 

2H 1) 

OH(4) 

(4 4 

30 0 

40 0) 

CH,(6') 

(4 0 

64 1 

21 1) 

CH(6) 

(5 4 

10 0 

37 3) 

OH(6') 

(1 8 

0-8 

22 0) 

0(6) 

(H 1 

15 8 

30 2) 





CH,(e) 

(2 0 

22 0 

31 0) 

H,0(1) 

(10 6 

23'6 

14 0) 

OH(6) 

(3 3 

28 0 

24 5) 

H,0(2) 

(7 9 

40 7 

6 0) 


Description op structure 

Figure 3 gives a projection of the complete structure on the a~h plane The two- 
fold screws parallel to the c-axis pass through the points x = ^ anrl J , y = 0 and \ on 
this diagram The screws parallel to the b-axis pass through the points x = 0 and 
2 = J and while the screws parallel to a pass through the points y = \ and J, 
2 = 0 and These symmetry elements operate on the atomic positions given in the 



of cell edge) 



Figure 3. Projection of the complete structure on to (001). 
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last paragraph and m this way produce the complete structure Each atom or 
molecule in figure 3 is labelled in accordance with the numbering of figure 1, and its 
z co-ordinate in fiOths of the z axis is written alongside. 

Consider first of all the structure of the sucrose molecule itself. Figure 4 shows 
a perspective drawing of this molecule taken out of the complete structure. In 
this diagram the bond lengths are inserted It is clear from this diagram that the 
oxygen atoms attached to carbons 1 and 2 of the pyranose nng {(0)1 and (0U)2} 
are in the cis relation to one another, so that the glucose residue possesses the alpha 
configuration. Also the oxygens attached to carbons 2' and 3' of the fructose ring are 
in the cia relation to one another, so that the fructose residue possesses the beta 
configuration This establishes with certainty that sucrose may be desenbed as 

a-d-glucopyTanosido-/?-d-fructofuranoBido. 



The pyranose nng is of the Sachse iraiig form with the following interatomic 
distances. 


a chitosamine 
Ci|H||0|^.NaBr 2H|0 hydrobromide 


C1-C2 

1-46, A 

1-46A 

C2-C3 

1-51 

1 68 

C3-C4 

1-42 

1 66 

C4r-C6 

1 60 

1-66 

C6-Ofl 

1 60 

1 60 

06-^1 

1 48 

1-37 


This ring is very similar indeed to the ring in a chitosamine hydrobromide (Cox k 
Jeffrey 1939) except that Cox & Jeffrey have chosen the mirror-image molecule. 
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The distanoes between the atome of the pyranose ring in at chitosamine are also given 
above Some of the distanoes agree well in the two structures, whilst others are 
different probably by more than experimental error The average C-C distance 
within the ring is 1 60 A (in a chitosamine hydrobromide it is 1’54 A), and this is 
perhaps not significantly different from the single bond value 1 64 A The bond 
angles of the carbons in the ring are also not appreciably different from the tetra- 
hedral angle, their mean value is 108° and the mean deviation is only 4°, perhaps 
about equal to the probable error The irana form of the ring is the form which allows 
the atoms of the ring together with their immediate addenda (except for the linking 
oxygon 0 1 ) to bo flattened as much as possible while keeping the tetrahedral angles. 

The furanosc ring jiossossos some unexpected features The five members of the 
ring are definitely not in one plane Four of them, however, namely C 2 ', C3', C5' 
and 02 ' are rather accurately coplanar, but the other member of the ring C4' is 
away from this plane by about iA Tmagine this ring to be produced from a 
completely plane ring by a rotation of the portion C 3' C 4' C 5' about the line C 3' 0 6 '. 
This rotation of C3' and C5' is such as to bring the side groups to which they arc 
bonded ((OH) 3' and (CHg) 6 ' respectively) more nearly into the plane C 2 ' 0 3' C 5' O 2 ' 
and the rotation and translation of C4' are ii^gether sufficient to bring its attached 
group (OH) 4' almost exactly into the plane C 2 ' C3' C6'02' Thus it seems that the 
departure from planarity of the nng itself is once more in the interest of a more 
general planarity of the residue as a whole The conformation is very nearly that 
which would be obtained if the ring C 2 ' C3' C4' C6'02' together with the im- 
mediate addenda (OH) 3', (OH) 4' and (CH 2 ) 6 ' were placed between two parallel 
planes and flattened as much as x> 08 sible. In this respect the furanosc and pyranose 
rings arc similar to one another. In the furanose ring, however, this process of 
flattening of the residue has proceeded even further to involve some degree of dis- 
tortion from the tetrahedral bond angles The angles which the bonds of (OH) 3 ' 
and (OH) 4' make with the adjacent ring bonds are definitely high at 116, 118, U 6 
and 1 13°, and this is in a direction such as to bring (OU) 3 ' and (OH) 4' more nearly 
into the mean plane of the residue The average bond angle within the ring is 104°. 
The distances within the furanose nng are as follows. 

C2'-C3' = 1 435 A C6'-02' = 1-42A 

C3'-C4' = 1-45 02' C 2 ' = 1-43 

C4'-C6' = 1-44 

Since the atomic centres were derived entirely from the Fourier projections, these 
distances are in remarkably close agreement. The average of them (1-43^) is very 
definitely lower than a single bond separation, and this fits in well with the observed 
distortion of bond angles. Evidently the furanose ring is a more closely linked unit 
than is suggested by the single bonds of the chemical formula The average C-C 
distance outside the rings 1-61 A, and the average C-OH distance is 1*41 A The 
mean deviation of individual bond lengths of one type from the average of that type 
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JB 0-04 A, and this quantity may perhaps also be taken as the probable error to which 
the bond lengths are subject. The maximum possible error is thought to be about 
O'l A To establish the bond lengths and angles with greater accuracy would require 
three-dimensional methods, since some of the atoms (eg 06, 02') are not resolved 
from other atoms in any of the three projections used in this work 

An interesting feature of the structure is that each sodium is in contact with one 
bromine, with a distance between them of 2 94 A This agrees well with the sum of 
the radii (0 98 -h r95 = 2-93 A) and is a little smaller than the Na-Br separation in 
NaBr (2 98 A) In addition to the bond between them the Na and Br atoms in the 
structure have, of course, other linkages The sodium has bonds to two water mole- 
cules and three hydroxyl groups in addition to its bond to Br, the bond lengths being 

Na— (OH)0 = 2 42 A Na I - 2 56 A 

,\T^i_(OH)6' = 2-32 Na-- (H.,0)2 = 2 41 

Na— (OH)4 =2-62 

The co-ordmation gioup around Na shows a small distoition from a regular octa- 
hedral shape The bromine ion has bonds to one water molecule and four h^^droxyls 
in addition to its sodium bond, with the following bond-lengths, 

Br HOH)6 = 3 35A Br— (OH)3' = 3-43 A 

Br— (OH)4' = 3-26 Br -(H^O) 1 = 3 57 

Br— (OH)O' = 3 29 

These agree very well with the accepted radii The grouj) around Br is not of any 
regular shape 

Each of the water molecules possesseB four contacts short enough to be regarded 
as bonds, and these may be taken as usual to consist of two incoming and two out- 
going bonds. The disposition of these bonds is not, however, regularly tetrahedral, 
and in fact in the cose of (HjO) 1 is almost flat. The distances involved in addition 
to those already quoted are 

(HjOll -lOH)!' = 2-73 A (H5|0)2— (OH)3 = 2 99 A 

(HjO)!— (OH)3 = 3 00 (H20)2— (OH)2 = 2 07 

(HaO)2— (OH)3' = 2-70 

BO that they all be between 2 66 and 3 00 A 

Besides the bonds discussed above there are two direct contacts between hydroxyl 
groups of different molecules They are 

(OH)^— (OH) 1 ' = 2-77 A and (OH) 4— (OH) 4' = 2 66 A 

These bonds altogether lead to the very simple rule that every hydroxyl group in 
the sugar molecule makes two extermil bonds, one outgoing and one incoming 
Figure 5 is a schematic diagram showing the eight OH groups removed from the 
molecule, and how they are linked externally to sodium and bromine ions and the 
water molecules This diagram is, of course, only correct as far as first neighbours 
are concerned. For instance the bond shown os passing from sodium via (OH) 6' 
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to bromine in reality passes from sodium via the hydroxyl to an adjacent bromine 
to which the sodium is not directly linked Bond strengths of 1/6 units can con- 
vehiently bo given to each bond in figure 5 



Fiuuiie 5 Diagram of bund structure 


The bond diagram of figure 5 can be used to draw attention to one particular 
point There is a ‘ring* of bonds in the figure, namely 

(HaO) 1— (OH)3— (HaO) 2— (OH) 2— (OH) T— (HaO) 1 
which only involves water and hydroxyl dipoles, and which could be reversed in 
direction so that the bonding would appear to be equally satisfactory In the com- 
plete structure the ‘ring’ of bonds is a spiral of infinite extent in a direction parallel 
to the c-axis A similar reversible bond chain in Kochelle salt has been suggested by 
Beevers & Hughes as the explanation of the abnormal dielectric properties of that 
substance It would be of interest to know whether these bond chains m sucrose 
sodium bromide are similarly reversible by tlie action of electric fields If so, this 
compound would be another example of a ferroelectric, and when polarized would 
show a reduction of symmetry from orthorhombic to monoclinic 

Discussion 

The question arises as to whether the structure described in this paper is the only 
one consistent with the X-ray data, for it has often been pointed out that in struc- 
tures contaimng both heavy and light atoms the latter may be moved appreciably 
without altering radically the calculated F's, so that discrepancies in a table of 
calculated and observed ^’s thought to be due to experimental error might actually 
be due to completely wrong placing of one or more light atoms It is true that in this 
case the postulated structure fulfils certain stereochemical conditions and gives 
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extremely good interatomic distances, but it may bo enquired how far the final 
rohult is independent of all such considerations About 000 zero layer-line structure 
amplitudes of C12H22O11 NaBr 2H2O have been calculated and the agreement 
with observed values is satisfactory, but it is not proposed to reproduce tables of 
these here because it is felt that they can be presented in a more compact form which 
at the same time offers more convincing proof of the correctness of the structure 
This form is the presentation of calculated and observed electron density distnbu- 
tions — the Fourier transforms of the data contained in the customary tables. This 
method has the further advantage that the theoretical electron density of a given 
structure may be derived by a direct method, the amount of computation involved 
being very much less than in calculating structure factors. That this should be so 
seems obvious m view of the fact tliat the electron density m isolated atoms is 
known and is approximately unchanged by chemical combination, but it must be 
borne in mind that there would bo little point m comparing the observed distribution 
with that of the Hartreo model for example, since observations mode with radiation 
of wave-length 1 04 A do not give the true distribution of electrons within the atom. 
Tlio distribution given is that of an imaginary atom which has the same scattering 
factor as the real atom up to a certain limit (sin = l)i after which its scattering 
factor is zero This is a more diffuse distribution than actually obtains, and par- 
ticularly in the case of heavy atoms it is not one that falls regularly from a central 
maximum to zero, but one which after a certain distance from the centre alternates 
between positive and negative values This may be regarded as a diffraction effect 
The apparent electron distribution m different atoms was found by calculating 
structure factors for a single atom contained in a unit cell of the same dimensions 
and space group as those of C12H22OH NaBr 2H2O (a simple matti’r if the atomic 
co-ordinates are suitably chosen), and then combining those F's which would have 
been observable with Cu A"a radiation in a two-dimensional synthesis to give the 
apparent electron distribution in that atom Values of the atomic scattering factor 
were taken from the usual sources, and no account was taken of the piesence of the 
hydrogen atoms The following shows the maximum electron densities values 
Br (e/A®), lOO-O, Na (r/A*), 20 - 8 , O (e/A“), 10 I , C (e/A*), 10-9 The following table 
shows the observed maximum electron densities in the projections of the structure 
of Cj2tl220n NaBr 2H2O for those atoms which are sufficiently resolved in a pro- 
jextion for this figure to be obtainable 


atom 

(0)1 

(OH)2 

(OU)3 

(OH) 4 

(0)5 

(OH)r 

(011)3' 

f/A" on (001) 

1.5 7 

10 5 

16 9 

— 

IH 0 

lO'l 

~ 

f'/A* on (010) 

- 

18 5 

10 5 

17 3 

- 

16 5 

17 3 

atom 

(OH)4' 

(OH) 6' 

(n,())l 

(H.0)2 

(CH.)!' 

(CH,)r 

(CH)1 

fi/A* on (001) 

16 5 

16 5 


13 9 

12 7 

12 3 

12 7 

f/A* on (010) 

16 0 

— 

14 7 

13 0 

— 

— 

— 

atom 

(CH)2 

(Cll)3 

(CU)4 

(CH)5 

(CH,)6 

Br 


f/A* on (001) 

11-6 

— 

12 0 

10 1 

0 4 

90 0 


e/A" on (010) 

13-0 

13 0 

... 

— 

10'4 

05-0 
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Tlie average maximum electron densities are 16 8 for O or OH, 13-9 for water mole- 
cules, and 11-7 c/A‘ for carbon atoms, CH or CH 2 groups, the mean deviation from 
the average being 0^8 c/A" and the maximum deviation 2 3e/A‘. The average value 
of the observed ‘ background’ electron density is -h 1'3 e/A®, and the mean deviation 
from the average 1-0 e/A®, points in the neighbourhood of the bromine atom being 
excluded because of the marked diffraction effects in this region These results 
indicate that the observed electron density is subject to a probable error of about 
I'Oc/A® and the maximum error must be about 4c/A*, since small ghost peaks of 
this height appear The observed electron density of the water molecules is thus 
consistently lower than that calculated for an oxygen atom by an amount which is 
too great to be due entirely to experimental error. Possibly this is a real effect due 
to the water molecules having a greater thermal movement than atoms which form 
part of the molecule In figures 6 and 7 the calculated electron density at all points 
of the unique areas of the (010) and (001) projections is compared with the observed 
talucs It will be seen that the electron distribution is very similar in both and that 
no atom could be moved appreciably without destroying the agreement It may 
therefore bo claimed that the structure is based entirely on the X-ray data 
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Atmospheric tides in the ionosphere 

II. Lunar tidal variations in the F region near the 
magnetic equator 

By D. P. Mabtyn, D.Sc 

Australian Council for Scientific and Industrial Research 
{Communicated by Sir Edivard Appleton, FRR — Received September 1946) 


Threo yean' data fur the hei^htn and critical frequenriea of the and regiona ut Hiian- 
cayo, FerUp are examined for lunar tidon. Seini diurnal lunar tidea are found m all quantities 
Rave /j|,^ It 18 found that the lunar variation in the region depends on sular time in bntli 
phaoe and amplitude At certain solar epochs it attains very lar|j^ aniphtiidos, up to 6U km 
in and 2§ % m /J,_ 

The theory of these variationsp originated in a previous paper, is further developed. 

1 Introdttction 

In a previous paper (Martyn 1947), afterwards referred to as I, a theory was pro- 
pounded that the major anomalies m behaviour of the region of the ionosphere 
were duo to the action of the solar atmospheric tide, which tidal theory indicates 
may have a largo amplitude at this level In bnef, the theory showed that the tidal 
motion, though predominantly horizontal, would cause large vertical movements 
of ionization, because of the presence of the earth's magnetic field The existence of 
gradients in this vertical velocity would distort the shape of the ionized region, so 
that both the maximum electron density xY(niax ), and A(max ), the height at which 
this occurred, would depart notably from the values to be expected for a ‘ Chapman 
region ’ 

In I certain data were presented showing the existence of large 12-hourly har- 
monics m h and lY, and it wbs further shown that the theory could qualitatively 
explain some of the major anomalies in This evidence by itself, however, is 
hardly sufficient to establish the validity of the theory The isolation of solar ltdal 
offects in the F region is rendered difficult by the fact that the sun also exerts a 
strong ionizing effect, with a 24 hr periodicity, but with appreciable 12-hourly 
harmonics These may bo expected to give rise to 12-hoiirly harmonics in A"(max ) 
and /»(max ) Appreciable effects of similar periodicity may also arise from thermal 
heating of the F region by the sun For these reasons it was considered desirable m 
I to study, particularly, data for the hours of darkness, and to show that there 
occurred then distinct temporal maxima in iY(max.) and A(max ), displaced 12 hr 
from the daytime maxima 

The study of the effect of tidal motions in the F region would obviously be much 
facilitated if it were possible to observe a lunar tide at this level, since the effect of 
this tide would presumably be uncomplicated by ionizing and thermal influences 
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of lunar periodicity Now if the preaont theory of anomalies is valid then the solar 
tide causes changes m iV(inax ) of the order of 50 % in certain cases, and changes in 
A(max . ) of the order of 50 to 100 km The lunar tide at the ground is between a tenth 
and a fifteenth of the solar, so that, if a like ratio is preserved in the upper air, quite 
observable lunar effects in the F region may be anticipated 

With these considerations in mind the F region data from a number of lonosphenc 
observatories have been examined for lunar periodicities In the cose of the F^ region 
these have been found in both N(max ) and A(raax ), at all sites so far examined The 
largest oiTects so far investigated arc found at Huancayo, Peru, near the magnetic 
equator. Althougli the results for this site show some other features not found at 
higher latitudes, it has been thought advisable to present them first, on account of 
their magnitude, leaving those for other sites to later papers 

2 Data and treatment 

The data used were the liourly values of ^5?“’ a-t Huancayo 

(lat 12 - 0 '' S, long 76 3 '^W) for the years 1042-5 However, data were not 

available after June 1044, when tlie practice of scaling this quantity was generally 
abandoned, except in Australia The values of/°, the critical penetration frequency 
of a region, are proportional to ^JV(inax ), and are accurate to about 0-1 Mcyc /sec 
The readings of h arc accurate to about 10 km. 

All data were made available by the Director of the Department of Terrestnal 
Magnetism and Electricity of the Carnegie Institution of Washington, which main- 
tains the Huancayo Observatory The methods used ui deriving the lunar vanations 
follow those developed by Chapman & Bartels ( 1940 ) for the determination of the 
lunar barometric tide, and the lunar magnetic variations. Following these authoi^, 
the diurnal solar variation was removed from the data before they were rearranged 
in lunar time, reckoned from lower transit For convenience, times of lower transit 
at Greenwich were used, as given in the Nautical Almanac A small coiTeotioii, 
amounting to ni®/29 5, where X® is the longitude of Huancayo measured westwards, 
and n is the order of the harmonic under consideration, was later applied to the 
phase of the harmonic, in order to brmg the results to true local lunar time Tlie 
data for oacli calendar month was arranged in lunar time on one sheet and added up. 
Groups of months were tlicn subjected to harmonic analysis, as described later The 
results of these analyzes wore plotted on harmonic dials The groupings of points 
on the dials show the degree of consistency of the results, and can be used to estimate 
the probable error if a dear tidal effect be found. 

3. Tub region 
(3-1) Lunar tidal variations in fcj?” 

In figure 1 are plotted the results for for the 30 months for which data were 
to hand The point at each lunar hour on this graph was obtained by adding the 
monthly totals for that hour and dividing the grand total by the number of obser- 
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vations The latter number was approximately one-third oi the number of the lunar 
days m the 30 months, since the region is only present for about a third of each 
day Each point on tlie graph therefore is derived from 366 observations The graph 
appears to show a siami -diurnal variation of half-amplitude (P^) about half a kilo- 
metre, the maximum occurring about 04 hr. lunar time 



To tost this conclusion more rigorously the data were divided into groups of 
months and the average variation for each group subjected to harmonic analysis 
The groups selected were (a) January, February, November, December, (6) May, 
June, July, August and (c) March, April, September, October, i c the two solstitial 
groups and the equinoctial group This was done for each year separately. Since 
only 0 months’ data were available for 1944 the results for each group in this year 
carry only half the weight of those for the other years 

The diurnal harmonic in those groups is found to be of small amplitude and 
apparently random phase and is not considered further. 

The results for the semi-diurnal harmonic are plotted on the 12 hr harmonic dial 
in figure 2, the semi- amplitude being plotted as distance from the centre ol the 
dial, and as time on the dial regarded as a clock face. Group (a) months are plotted 
as open circles, group {b) os filled-in circles and group (c) as ciosses A short fine hue 
IS drawn across the 1044 points, which carry only half the weight of the others 
The groupmg of the points shows the reality of a semi-diurnal variation of half- 
amplitude approximately 0 5 km , attaining a maximum at about 04 Imiar hours. 
There is some evidence that the variation is larger in summer than in winter, but the 
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amount of scatter in the points indicates that the data used are too few to permit 
more detailed conclusions. This is not surprising when it is recalled that the accuracy 
of each individual measurement of is only 10 km and the data cover less than 
one effective year, since the region can only be observed in daylight 


tt 



f'lGCRF: 2 Hfirmomc dial of somi-diumal lunar variation m at Hiianrayo, 1942 '4. 
O Jan , Feb , Ntiv , Doc , x Mar , Ajinl, Sept , Oct., • May, June, July, Aug , ✓ mdicates 
plot of half-weight 


(3 2) Lniriar hdfil variation in 

The data for the full three years 1942 4 in have been subjected to analysis 
similar to that outlined in (3 I ) No evidence of a consistent lunar variation has been 
found If buch exists it must have a half-ampUtude considerably less than 
0 01 Mcyc /sec 


4 Tub beoion 

(4-1) Lunar tidal iJariations in and Aj)^ 

In figui-e 3 are plotted the average lunar tidal variations of A^.^ (dotted lino) and 
A^“* (full hne). Each point on the A^^ curve is derived from 1039 hourly readings 
and each of those on the curve from 872 hourly readings 

There is clearly a large semi-diumal variation of several kilometres The coefficients 
of the first four harmonics are shown for both quantities in table 1 , where etc., 

represent the half-amplitude of the Ist, 2nd, etc , harmonic in km , and etc., 

the lunar time of maximum amplitude, reckoning 24 lunar hours to the lunar day. 

There is therefore a large semi-diurnal variation, which is more than twice as 
large in as in A'. The phase of the variation in the latter is retarded almost an 
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hour on that in the former. The only other harmonic of comparable importance 
is P^. 

These two harmonics were further investigated by means of the harmonic 
dial. The procedure adopted was identical with that described in (3 1 ) for 


Table 1 Harmonic coefficients of lunar variation 
IN ANTI AT HuANCAYO 


Pv 


P. 



/g 



0-61 

2 32 

0 068 

0 48 

22 2 

9 23 

e 26 

3 90 

1 46 

5 20 

0-94 

0 26 

22 0 

8 43 

5 50 

2 00 



Ftoure 3 A vertigo liinar vanalKjnu of (full line) and 
(broken line) at Hnancayo, 1942-4 

The results for are shown in the diurnal dial m figure 4 The A' points are in- 
dicated by filled-in circles and the points by crosses Each point n'prcscnts 

a group of 4 months as in (3 I ). The scatter of the points is such that it is concluded 
that there is no evidence for the existonco of a diurnal lunar variation in A 

The results for in A^_^^ and are plotted in figures 5 and 6 respectively In 
these figures, since a real variation is obviously present, one reverts to the plan 
described in (3 1) of representing each group of months (a) to (c) by a distinctive plot 
(open circles, filled circles and crosses) In both figures no points are found to fall 
in the half -circle i^epresenting 0 to 6 hr , so apace is saved by omitting this half of 
the dial 
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Clearly there la a real aemi-diumal variation in both quantitiea, that in A*”” 
being rather more than double that in A' The phase of the variation in is about 
1 hr in advance of that in ti* It la alao clear that the variation in group (a) montha la 
about twice that in group (c) months for h\ and for rather more than four 


2 « 



12 

Fiolire 4. TTamioiuc dial uf diiiiniiil variation x , and •, at 

Huancayo, 1042-4. Point h tlnis / luirry only half-woigVit 



Fioure 5 Fkjt^he 6 


Fioukes 6 and 6 Harmonic dials for soini-diiimul lunar variations of (figure 5) and 
hp^ (figure 6) at Huancayo, 1042-4. Note that scale of figuro 6 is double that of figure 5. 
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times as groat The equinoctial amplitudes occupy an intermediate position between 
those for group (a) and group (6) months The more precise determination of these 
seasonal ratios must await the analysis of considerably more data 

(4-2) Lunar tidal variations in 

The average lunar variation in for the full 3 years 1042-4 is shown in figure 7, 
Harmonic analysis of this variation gives the results shown in table 2 



Table 2 Harmon iti coefficients of lunar variation at Huancayo 

P's IN McYC /sec , i's IN LUNAR HOURS 

Pi P> Pa Pi ^a ^4 

0 018 0 10 0 013 0 02 0 78 4 33 6 50 6 04 

There is clearly a strong semi-diurnal harmonic of half>ampiitude 0-10 Mcyc./scc. 
This conclusion is confirmed by the use of the harmonic dial in a manner similar 
to that described in (4 1) In this case all the points are found to fall in the quadrant 
between 3 and 6 hr , so for economy the remainder of the dial is not shov^ a in figure 8 
It appears likely that the variations in should have greater pliysical significance 
if expressed in fractional form Thus, since 2V'(max.)x /®“, it is seen that 

SNiN = 2SPIP 

For this reason the quantity plotted in figure 8 is 200 P 2 /mean/J.^, which is the half- 
amphtude of the variation in ^^(max ), expressed as a percentage The results of the 
analysis of 1046 data became available as this paper was nearmg completion, and 
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are included in figure 8, the points in question being labelled with a 5. The amplitudes 
of variations in the monthly groups (a) and (c) seem to be distinctly larger than 
those in group (b), and there is evidence that the phase of the (a) months variation 
IS about an hour in advance of that for the equinoctial months. 



FlGtTBE H Harmonic dial of semi -diurnal lunar variation of/^^ at Kuancayo, 1042 f) 
Quantity plotted ih 200f*j/ineaii — 100 x 

(4-3) Jnjluencf of solar tifne on lunar variations 

Comparison ot the results in (3 1) with those in (4 1) shows that there is a large 
difference in phase between the semi-diurnal lunar variations at the heights of the 
and regions Moreover, comparison of figures 5 and (i shows that there are 
differences in phase and amplitude of the variations at the two levels and h' 
in the Fg region itself This suggests that there may be notable changes with height 
in both the phase and amplitude of the lunar atmospheric oscillation Now the ^2 
region at Huancayo undergoes veiy large variations of height, of more than 100 km , 
in the course of a solar day It seems desirable therefore to examine whether the F^ 
lunar variations show any dependence on solar time For this jiurpose the data for 
for each solar houi separately was analyzed for the lunar somi-di iimal variation 
In the case of experience indicated that adequate information might bo obtained 
by analyzing only each odd solar hour, 1 , 3, 5, , 23 Later on it was found desirable 

to supplement this by analysis of the even hours 4, 6 and 24, which proved to be 
times of rapid v ariation. 

The results for are exhibited in figure 1) which shows Jg (curve I) and 
(curve II) for each solar hour Figure 10 shows the same quantities in the analysis 
of fiy In this cose, for the reason mentioned in (4 2), the amplitude at each solar 
hour was divided by the average value of at that hour, and expressed as a per- 
centage It IS seen at once from these figures that the phase and amplitude of the 
semi-diurnal lunar variations in F 2 at Huancayo are markedly dependent on solar 
time The half-amplitude of the variation in ranges from 0-34 km at 02 hr 
to as much as 16 km at 16 hr,, while the half-amplitude density variations in (max.) 
range from 14 6 % at 06 hr. to 2 % at 07 hr In their strong dependence on solar 
time the lunar F^ variations at Huancayo are markedly different from those at other 
Bites at present being analyzed 
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flolur timo 

Fr<;(THE 9 Variation with nolar timo of the lunar harmonic cnelfirienta 
Pj (( iirvo 1) and (curve II) for AJ", Huancayo. 
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solar time 


Figure 10 Variation with solar time of the lunar harmonic coefficienta 
200P,/nioan /y^ (curve I) and (curve II) for Huancayo, 


/, (lunar hours) 
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To illustrate the remarkable amplitude of the lunar variation in at certain 
solar epochs, the variation for solar hour 17 in the group (a) months lias been selected. 
Figure 1 1 shows the average lunar variation at these times, and is therefore derived 
from only 10 lunar days Harmonic analysis shows the semi-diurnal component to 
have an amplitude of 56 km 



Fiouhk 11. Avorage Umar variation of at 17 hr. solar time 
for rnonUis Jan , Fob , Nov , i)oc. 1942-4, Uuancayo 


5 DtSCI/SSION of RBSFbTS 
(5 1) General significance of results 

The lunar variation found in is of the same order of magnitude as that found 
for Ag by Appleton & Weekes (1939) in England The phase of the variation is almost 
m opposition to that found for the E region however 

The most remarkable features of the variations are their amplitude, and the 
peculiar dependence on solar time. It is certainly astonishing that the moon can 
produce variations up to as much as 56 km m the height of this region. 

It would be extremely difficult to interpret these results as a direct consequence of 
the height and pressure variations associated with the lunar atmospheric tide Even 
if it IS assumed that the amplitude and phase of the latter are functions of height it 
would still seem to be impracticable to explain the complexities the results reveal 
For example, figure 10 shows that large changes in the amplitude of the lunar 
variations in JV(max ) occur between 0 and 5 hr solar time, although the height of 
the region changes very little between these hours (figure 12) 
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The magnitude of the lunar variations revealed above lends strong support to 
the theory outlined in I that the anomalous diurnal, seasonal and geographical, 
variations in are caused by the solar atmospheric tide, which is more than t«n 
times larger than the lunar at the ground It seems hardly likely that the solar tide 
should chance to be less than the lunar over the whole range of heights involved in 
the F region Moreover, it will be found below that the ‘lunar-solar' variations 
outhned in (4 3) are readily explained on the assumption that there is present in this 
region a solar tide of considerably greater amplitude than the lunar. 



Fioutie 12. Average solar rliurna] variatinne of and TTuanca>o, 1D42~4. 




V 





In I the theoretical consequences of the variation of tidal amplitude with height 
were specially considered Such variation leads to distortion of an ionized region, of 
a kind such that the vanations of and are mutually in phase, or out 

of phase exactly Now the vanations in those two quantities found at a number of 
locations are normally more nearly in phase quadrature This can be readily seen in 
the present results by comparing figures 5 and H. 

Now comparison of the results for and suggest'- strongly that 

there is a variation of phase with height in the lunar atmospheric tide This is further 
suggested by some unpublished calculations by Mr G Odgers, who has examined 
the theory of Pekens (1937) m this respect. 

The effect on an ionized layer of a vertical motion of ions with a velocity varying 
harmonically with time, and with a phase changing linearly with height is examined 
in the following section. 
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(6'2) Effect on an lomzed region of vertical transport of ions with velocity varying 
harmonically with time and changing phase linearly with height 

Let V = v^^\n(it)t + <Tz) be the vertical velocity of an ion, measured positively 
downwards. As in I, ions of both signs drift in the same sense with equal velocities, 
under the influence of the electrodynamical forces occasioned by the horizontal tidal 
force acting in the presence of the earth’s magnetic field z is the vertical height 
above an arbitrary datum level, both z and v are measured m units of the ‘ height 
of the homogeneous atmosphere ’ 

The equation of continuity is then 

d_N _d{m) 

dt “ dz~ ^ ^ 


The general solution of equation (1) is 


4<+f 

— J sm a; — w/ 


( 2 ) 


where x — ojI + oz and ^ is any function A solution i^hich gives a satisfactory 
approximation to the form of an ionized region is 




1 


1 --/:sin j 


cos (Ot + 




arc tan 


fc — tan lx\ 


( 3 ) 


where k = (Tvjtix 1 Figure 13 shows the ionized region represented by equation 
(3) for the four epochs (ot = 0, Jtt, tt, f tt, and for = 0-3 It will be observed that the 
oscillations of o-z^{o'z{inax )) and A^(Ar(max )) appear to be almost in quarlrature 
When K<^1 this is exactly the case, and N oscillates between 1 and 1 — x, the 
maxima and muiiina occurring at 0 }t = and respectively, then oscillates 

between Uq/w and ^Vq/o), the maKima and minima occurring at a>f = 0 and n 
respectively. 

The variation of N„^ and with time is shown in figure 14 for /c = 0-3 It will 
be observed that vanes almost smoidally with a period slightly greater tJian 
27r/fii The variation of departs more markedly from the sinoidal form, the 
nse 111 height being rapid and the fall slow There is also a steady downward trend 
in height It will be noted that the maximum in occurs about 130° ahead of the 
maximum. When #c<() ((r<0), the phase of the z^^ variations lags a similar 
amount behind that of 


In general, = (I -x sinj;^)“^(l + ac*cob*x„,)-^, 


( 4 ) 


where x„^ = wf + erz^, so that, when xis 1, 

= I+/csinj:„ (6) 


*m = ~cosa:„. 


Alao, when /c < 1 , 


( 6 ) 
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(d'2- 1 ) Effect on an ionized region of superposition of two 
velocities of vertical transport 

The suffixes 1, 2 are used to refer to the vertical ionic drifts associated with the 
solar and lunar tides respectively. Then 

V = Bin + 0) + I’a sin (7) 

where 6 is the (unknown) phase difference between the solar and lunar ionic drift 
velocities Assume that in accordance with direct measurements at the 

ground, and the indirect evidence of the ratio of the lunar and solar currents in the 
ionosphere responsible for the magnetic variations. Then 

V = Vijl +^“co8(x2-a;i-^)|sm(a;iH-^ + 9J), (8) 

where tan 0 = sm (xj - Xj — 0) vjv^ 

The compound given by equation (8) may be regarded as an harmonically varying 
velocity, subjected to a small and slow amplitude and phase modulation. Applying 
equation (5), and neglecting^, then 

N„ = 1 +--'*'Sin(w,«+(riZ„ + <?) 

Wl 

+ -~sm(6>i« + (riZ„ + 0)cos(Wa-Wt.^ + cr2-o’i z^ — d) (9) 

(i>i 

The first term in equation (9) represents the variation due to the solar tide, the 
second may be regarded as a lunar variation, the phase and amplitude of which is 
dependent on the solar tide 

The method of treating the data in (4-3) involves the selection of a particular 
solar hour, or epoch of the solar tide, and the examination of the lunar vanations of 
and around the mean values of those quantities at that epoch. 

If the solar variation is written as 


= ( 10 ) 

<i)i 

then the lunar-solar vanatiun is 

VN^(LS) = 8) ( 11 ) 

lOl 

Notice that the LS variation retards in phase at the rate the S variation advances, 
while its amplitude vanes as sin S. 

By equation (6) ^z„{LS) = — cos 8 cos (oi,! -I- — 8). 


( 12 ) 
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(5-3). Deductions from the results 

The average solar diurnal variations of /^,and at Huancayo for the years 
1942-4 inclusive are shown in figure 12 The general shape of the 2 „^(S) variation 
revealed hero suggests that A: 1. The half-amplitude of appears from these 

data to be about 50 km., which by equation (6) is so that is about 25 km./hr. 
From figure 12 a reasonable value for VN^{S) is 0-30, corresponding to a variation 
of about ± rSMcyc./sec. This quantity is, of course, difficult to estimate, because 
of the presence of the much larger variation due to the solar ionizing influence, but 
the figure suggested would seem to be the measure of the daytime departure from 
the theoretical Chapman diurnal variation This gives = 0-3 and = 0-006 

radians/km. The relative phases of the and N^^(S) variations show that (Tj 

is positive in sign. This is confirmed also by the steady overall downward movement 
of the region (cf. figure 14). 

The application of equation (11) to the data in figure 10 gives as about 

0 08 in the daytime, so that is about 6 6 km./hr This value of ^2 1^ Q-Ibo consistent 
with the amplitude of Vz,„(L*S) in the daytime. 

It IS clear that it will not be easy to interpret completely tlie rather complex 
variations m figures 9 and 10. In the first place, is not much lesf« than unity, 

so that the simple results of equations (5) and (6) are inapplicable Secondly, the 
lunar velocity is not much less than the solar Vj, so that the applicability of the 
treatment in (6-2-1) is doubtful. These circumstances arise, of course, from the 
particularly large amplitude of the solar variations in the region at Huancayo, 
together with the particularly large ratio of the lunar to the solar variation at that 
place. (It IS worthy of remark that these two features are also prominent in the 
solar and lunar magnetic vanations at Huancayo ) It is possible, however, to inter- 
pret some of the major effects in terms of the theory, although a more detailed 
application of the latter will be reserved for the data from observatories at higher 
latitudes, which give smaller, but simpler, lunar-solar variations. 

It is observed from comparison of figures 5 and 8 that the average lunar variations 
in and are approximately in phase quadrature, the latter loading the former 
by about 3-5 hr It is not easy to explain this result, which is a feature of the results 
from all locations so far analyzed, save in terms of the theory developed in (6-2) 
If it wore possible to ignoi'o the disturbing effect of the large 8 variation on the non- 
linear system represented by equations (5) and (6), then the conclusion could bo 
drawn that, since leads Vz„, (Tj is negative m sign. This is probably not a safe 
deduction however at Huancayo, in view of the obviously large interaction between 
the L and 8 variations revealed by figures 9 and 10. In general, the variation in 
should show simpler features than that in It was shown in I that while 
was a simple function of the velocity -height gradient, the variation of z„ with this 
parameter was more compheated, and was hable to change of phase at critical values 
of the latter. Comparison of figures 9 and 10 shows that the variation is con- 
siderably simpler than that in as might be anticipated from such reasoning. 
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Moreover in the hours from midnight to dawn the F region has sunk (figure 12) to 
a level where there is strong reason to believe that attachment and recombination 
is important (The region at 200 km. disappears very rapidly at sunset.) It is 
likely that the steadiness of the F region at the height of about 290 km. at this time 
is simply due to the fact that electrons moving downwards below this level disappear 
rapidly by these processes Vz„(//£) may then be expected to be small at this time, 
as figure 9 shows to be the case. On the other hand the variation should remam, 
and could even be ampbfied, for in this case the vertical lunar velocity will add to, 
or subtract from, the solar velocity which is canying electrons downwards into the 
recombination ‘sink’. 

The most striking feature of VN^{L8) is the continuous retardation of phase 
which takes place through most of the solar day The average rate of this retardation, 
which becomes prominent soon after noon, when the F^ region is fully formed, and 
ion production is diminishing, is 1 hr./hr. It continues until dawn, when the new F^ 
region is formed and the phase changes abruptly This phase retardation is a neces- 
sary consequence of equation (11), which explains it in both magnitude and sense. 
The smallness of VNj^{LS) at 23 hr probably indicates that sin S is passing through 
a zero near that time. If such be the case then equation (11) shows that VN^^iLS) 
should change phase by n (or 6 hr.) at this time. A rapid variation of this amount, 
superimposed on the steady retardation of phase, is seen to occur then (figure 10). 

Summing up, it appears that the theory outlined in §§5-2 and 6-2 1 can explain 
the main features of the solar and lunar -solar variations in and It is not 
adequate in its present form, however, to explain the details of these variations in 
view of the large amplitude of both variations, and the consequent high degree of 
interaction present 

This work has been carried out on behalf of the Australian Council for Scientific 
and Industrial Research The author is indebted to the Commonwealth Astronomer, 
Dr B. V, d. R. Woolley, for providing facilities and computers, and for useful dis- 
cussion, also to Dr C W Allen and Mr 6 Odgers of the Observatory Staff Mr C B- 
Kirkpatnck of the Radio Research Board's staff gave valuable mathematical 
assistance The very considerable burden of computing has been shared by many 
persons, notably Misses J Foley and H. Champion, to whom the author’s thanks are 
specially due All the data used are published by kind permission of the Director of 
the Department of Terrestrial Magnetism and Electricity, Carnegie Institution of 
Washington 


References 

Appleton & Weekes 1939 Ftoc. Boy Soc. A, 171, 171 

Chapman & Bartels 1940 Qeomagnettsm Oxford Clarendon Press. 

Martyn 1947 Proc. Roy. Soo. A, 189, 241. 

Pekens 1937 Proc. Roy Soc. A, 188, 050. 



The theory of the magneto-resistance effects in metals 

By E. H. Sondhbimbb, B A., and A. H. Wilson, F.R 8 . 

Trinity College, Cambridge 

{Received 1 4 October 1 946} 


General formiilae are obtained for Iho efTeefc of a magnetic Aold on the electrical and thnimal 
conductivities of a metal in which there are two overlapping bands of norma] form Simple 
formu]ae*‘aE8 set up which, though not strictly valid for all temperatures and holds, reduce 
to the oorreot expressions in the three limiting oases of high temperatures, low temperatures 
and very Strong magnetic fields 

The behaviouiyof the electrical resistance at low temperatures is diBcussed, and it is shown 
that in certain cases the resistance may pass through a minimum as the temperature is 
increased provided the magnetic field is large enough It la also shown that m general the 
l^ronz number is mcroased by the presence of a magnetic hold, but that the thermal loii- 
ductivity of the lattice is unaffected by a magnetic held 


1. Introduction 

While the modem theory of metals gives a satisfactory account of most of the 
conduction phenomena, there are still many problems concerning the effect of a 
magnetic field which have not been adequately explained. In all cases it is possible 
to give formal expressions for the physical quantities concerned, but comparison 
with experiment is impossible unless a sufficiently simple model is adopted which 
enables the calculations to bo completed It is usual to assume that the electrons 
are quasi-fim, the energy being proportional to the square of the wave-number, 
and, even if less restrictive assumptions are made in parts of the calculation, the 
assumption of quasi-free electrons is generally made at the end Unfortunately, 
this simple model cannot be used for discussing the magneto-resistance effects since 
it gives a zero change of resistance, and more complicated models are necessary 
(Peierls 1931). One assumption that enables a definite result to be obtained is that 
the energy is a general quadratic function of the wave-vector and that a time of 
taxation exists.* The disadvantage of this model is that a time of relaxation can 
only be defined at high temperatures even for the simplest model, and that in the 

* The time of relaxation la defined by the rate at which a non -equilibrium distribution of 
the oleotrona is brought into the equilibrium state when the electrons are subject only to 
collisions with the lattice. In general a time of relaxation cannot bo unambiguously defined 
since it depends upon the imtial distribution. For on isotropic substance, however, a time of 
relaxation exists at temperatures large compared with the Debye temperature, and all the 
calculations then become relatively simple. At low temperatures, on the other hand, this 
simplifying assumption is no longer permissible (Wilson 1936, pp. 150, 208, 212, 210) 

One of the consequences of the existence of a time of relaxation is the vabdity of the 
Wiedemonn-Franz law (see Wilson 19361 p- 175), and more particularly Makinson (1938), 
where a detailed discussion is given of the deviations from the Wiedemann -Franz law). 
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model proposed it is not possible to calculate the time of relaxation in terms 
of the atomic constants of the metal The calculation is therefore essentially a 
formal one. 

There are only two models for which it has so far proved possible to carry out the 
calculations completely. The first refers to semi-conductors in which the electrons 
are considered to be free and to have a Maxwellian distribution (Harding 1933); 
it will not be considered further m the present paper. The second postulates the 
existence of two overlapping bands m each of which the energy is proportional to 
the square of the wave-number This model is somewhat artificial, but it is the only 
one which is sufficiently simple to be tractable The main object of the present paper 
IS to see how far the predictions of this model can be used to interpret the experi- 
mental facts, particularly at low temperatures where the use of a time of relaxation 
IB not admissible. Only the electrical and thermal conductivities are discussed, the 
thermo-magnetic effects being left for a subsequent paper Further, the cases m 
which the magnetic field is parallel to the electrical or thermal current are not 
considered, since the present model is not sufficiently general to give a non-zero 
result in such cases 

In § 2 we collect together the general formulae required for discussing the two-band 
model, and in § 3 the calculations are completed for the three limiting cases of very 
high and very low temperatures and very strong magnetic fields The comparison 
with the experimental results for the electneal and thermal conductivities is given 
in §§ 4 and 6. 

The electrical resistance m a magnetic Held of arbitrary magnitude has been 
studied by many authors, and in particular by Bronstem (1932) and Jones (1936) 
in the relatively simple case of high temperatures where it is legitimate to assume 
that a time of relaxation exists. We show here that the same formulae can be used 
over the whole temperature range if certain approximations are made and if the 
various quantities which occur in the formulae are suitably generalized To do this 
we obtain exact solutions of the transport equation in three limiting cases, namely, 
high temperatures, low temperatures and very strong magnetic fields. Wo then show 
that a comparatively simple formula (equation (57)) reduces to the correct form in 
these three limiting cases, though it cannot be valid for all temperatures and all 
fields We further set up a corresponding equation for the effect of a magnetic field 
on the olectromc thermal conductivity (equation (74)) 

Having established the approximate validity of the formulae at low temperatures 
we use them to explain some results of Milner (1937) which have so far proved 
difficult to fit into their proper place In experiments on cadmium at hquid helium 
temperatures, Milner found that in general the resistance increases with the tem- 
{lerature for a given magnetic field For sufficiently large fields, however, the 
resistance first dimmishes as the temperature is increased from the lowest available 
value; it then passes through a minimum and finally increases. We show in §4-3 
that in certain circumstances the resistance of the two-band model behaves in just 
this manner. 
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In § 6 we disouBS Matthiessen’s rule, and we show that the strict additivity of the 
residual and ideal resistances is not to be expected except in special cases 

The electronic thermal conductivity is considered in § 0, and formulae are given 
for the effect of a magnetic field on the Lorenz number It is shown that in general 
the Lorenz number is increased by the presence of a magnetic field, which is in 
agreement with the experimental facts. 

In § 7 we consider the thermal conductivity due to the lattice, and we show that 
it is unaffected by the presence of a magnetic field This gives a partial justification 
for the experimental procedure of determining the lattice thermal conductivity by 
applying such a strong magnetic field that the electronic thermal conductivity is 
reduced to negligible proportions Smee, however, most models show that the 
electrical and thermal resistivities should saturate m very strong magnetic fields 
and not become inflnite, caution must be used when extrapolating the results 
obtained with finite fields 


2. Genebai. formulae 


We use the well-known model in which there are two overlapping partially filled 
bands of normal form, the a~ and d-bands We assume that the s-d transitions are 
negligible. This restriction can readily be removed (see Wilson 1938), but nothing 
IS gained thereby, as it merely complicates the result without introducing any 
phenomena which have not been fully discussed before With this simplif}nng 
assumption the behaviour of the electrons in each band is independent of what 
happens in the other band, and the contributions of the bands to the currents can 
be calculated separately We also neglect the quantization of the electron orbits 
due to the magnetic field, an effect which has been considered by Titeica (1935), 
which means that our results require a correction when the temperature is very low 
or the magnetic field is very high. We hope to consider the magnitude of this 
correction in a subsequent paper 

We use the standard notation (see, for example, Wilson 1936), but supplement it 
by inserting a suffix a or d, referring to the a- and d-band, when necessary to avoid 
confusion. 

The energy levels in the s-band are given by 


E 


2m, ’ 


( 1 ) 


where k is the wave-vector with components and is the effective moss 

of the electrons, while the corresponding expression for the energy levels in the 
d-band is given by 


where A is the energy overlap of the two bands Since both bands are supposed 
to be partially occupied by electrons, the Fermi energy level f must be such that 
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0<C<A The distribution function/ for the electrons is most conveniently written as 




(3) 


where Ci( J?) and c^{E) are two functions of the energy which have to be determmed, 
and where /o is the Fermi function,* 

f — ^ ^ _ . 


there being two separate distribution functions, one for each band (When considering 
the d -electrons it is convenient to change the signs of and in equations (3) and (4) 
so as to ensure that equations (7) and (8) apply to both the s- and the d-electrons. 
This is the convention adopted here, but any consistent convention can be used ) 
The expression (3) is the correct form for / when there is a magnetic field (0, 0, H), 
an electric field and a temperature gradient {dTjdx, dTldy,0), which is 

sufficiently general for our present purpose. 

In the steady state,/ is determined by the Boltzmann equation 



= 0 . 


The general expression for [S//d^]floidii is (Wilson 1936, p 158, equation (226)) 


W 


where — e is the electronic charge, v is the velocity of an electron {h\ = grad^^), 
c IB the velocity of light and / is supposed to be a function of the wave-vector k and 
the space- vector r Now /□ only involves the space coordinates through T and f , 
which in a homogeneous metal is a function of the temperature only. Hence, if wo 
insert (3) into the above expression for [B//9f]fleidi! ^nd neglect as usual products 
of c^{E) or c^iE) with or grad T but retain all the terms involving H, we find for 
the d -electrons 


m 

L^Uflolda 


hdl 

mt)E 




4, e^- + 




(5) 


the suffix s being omitted [d//^<]of,ii is the rate of change of f due to collisions between 
the electrons and the lattice Its explicit form is given in § 3, but fur the present 
it is only necessary to know that it involves the unknown functions Ci(E) and C2(ii?) 
linearly, so that we may write for the d-electrons 


* The use of A; in two difTerent sensoe, namely, k as Boltzmann’s constant and k as the 
wave-vector with the components k^, should not cause any confusion Similarly, 0 is 

used to denote the velocity of light, while c^(i?) and c^{E) sre distribution functions. 
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where L is an integral operator and the suffix a has been again omitted CTombining 
(4), (6) and (0) we obtain the following simultaneous equations for and Cg 




EdT 

■*'T dx’ 

'^Tdy- 


(7) , 

( 8 ) 


When these equations have beeh solved, the electric current Jy, 0) and the 
heat current Wy, 0) can be written down For example, we have 

Since h\ = pad^E, this becomes 

'"i 

on changing to polar coordinates in the k space and using E instead of | k | as the 
final variable of integration. Similarly, 

w'x. = = J^^^-^E^c^(E)^fl,dE (10) 

There are corresponding expressions for Jy and v}y with replaced by 

In writing down the currents for the d-band it must be borne in mind that 
k = 0 does not correspond to £ = 0, as it does for the s-band, but to £ = 4. The 
expressions corresponding to (9) and (10) are therefore 


= ( 12 ) 

where £' = -4 - £. 

The total electrical and thermal currents are the sums of those due to the two 
bands separately, and it can readily be shown that they are of the form 

~ (* 4 * “♦«<<) ^ 3 ^’ 

“ 3 ^ [^*** “ ^ (^)) ■*■*»«*“ 

+ (*U + 'id) ^ ^ (^)) ^ -^'id) ’ 


( 14 ) 
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M'x = 


(t) j ^ ^ ~ jT 0 “ 



— (tfc + isrf “ ^ 0j) 

j - - A Vi) . 

(15) 


” 37r*A* '*■^31^ 

/f\) 1 dT 

[^/ 1 ^ ^ T ^ 



+ (»2. - + Aiu,) \e^y +T^ j 

1 + (*s« + + AHij) y . 

(16) 


In the above equations is a quantity depending upon the magnetic field and the 
8-electron variables, while is the corresponding quantity for the d-electrons. 
In order to show that the currents have the forms given above, the simultaneous 
integral equations (7) and (fl) for and have to be solved formally in terms of the 
resolving nuclei, and the resulting expressions for r, and C 2 inserted into equations (9) 
to (12), In this way we obtain formal expressions for the coeihcients that occur in 
equations (13) to (16), from which the symmetry relations between the coefficients 
can be verified at once The proof is straightforward but cumbersome and is left to 
the reader. So far as the general theory is concerned, all that is required is the 
general form of the equations, the symmetry relations between the coefficients, and 
the relations (18) No further progress can be made unless the integral equations 
can be solved explicitly. This is done in §§3 1 and 3*2 for two special cases, and 
explicit expressions for the I’s are given there (It is obvious by inspection of 
equations (7) and (8) that the currents must involve the electric field and temperature 
gradient Imearly, and that they must therefore liave the general form given in 
equations ( 1 3) to ( 1 6), but the relations between the coefficients cannot be determined 
except by formally solving the integral equations The symmetry relations in the 
most general case have been determined by Kohler (1941), and the equations given 
above are particular cases of his ) 

To proceed further the integrals ig and must be evaluated, which is done by the 
usual approximate method for integrals involving the Fermi distribution function. 
First, ig IB expanded as an ascending senes in {kTjQ^ and as an ascending senes in 
(kTIC)^ where ^ = 

i. = S (i W" = S (17) 

n n 

All the physical quantities of interest can then be expressed m terms of the 
but for ordinary temperatures (which are well below the temperature at which the 
electron gas becomes non-degenerate) it is sufficient to retain only the lowest 
which give a non-zero result. In decidmg what approximation to go to, the 
following relations are required: 

= = = = ( 18 ) 
together with the oorreaponding relations for the i^’s with ^ replaced by These 
relations are easily proved in general by inserting the formal expressions for 
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and Cg into the integrala and evaluating the I’a to the zero order by replacing E 
everywhere by ^ The proof is left to the reader, the relationn can also be verified 
in the particular cases of interest here from the explicit expressions given in § 3. 

The electrical conductivity cr is measured by applying an electric field in say the 
X direction and observing the current in this direction. No electric current is allowed 
to flow in the transverse direction and the temperature of the specimen is kept 
uniform, so that Jy = 0 and dTjdx = dTjdy = 0 Equation (14) determines the 
transverse electric field set up, and, if is eliminated, equation (13) gives 


S, 377 W + 


(19) 


where 


7 = if, W = if 


( 20 ) 


The conditions under which k, the thermal conductivity, is measured do not 
seem to have been standardized No electric current flows, so that = Jy = 0 
and dTjdx ^0, but the thermal conditions in the y direction are a matter of some 
speculation In general, it would seem that the expenmental conditions are such 
that, approximately, Wy = 0, since the specimen is usually in the form of a long 
strip whose ends are kept at a constant diflerence of temperature while no attempt 
IS made to control the temperature of the edges, which are only cooled by radiation 
It will therefore be assumed that the correct condition is Wy = 0 Then 

377%^ + X ^ 

where f -h if, f * 7 = - 2^if + if, (22) 

The expressions for all the other galvano- and thermo -magnetic effects can be 
deduced from equations (13)-(16) 


3 Sfkcial solutions 


3 1 . High temperatures At high temperatures such that {GjT)^ can be neglected, 
where & is the Debye temperature, a time of relaxation exists It is therefore 
permissible to wnte (Wilson 1936, pp. 159, 208) 


PO = Jjzio 

L^UcoU T 


(23) 


where the time of relaxation r is in general different for the two bands. Equation (23) 
should therefore be applied to the two bands separately, and and are functions 
of the energy only. Omitting the suffixes s andd, and combining equations (3), (4), 
(5) and (23), the following equations for and Cg are obtained 


m 




+ T 


dx 


m ( * 9 



( 24 ) 
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where a = eHIKc It is easy to verify that the ourrents have the form shown in 
equations (13) to (10), and the exphoit expressions for the I’s are found to be 


f ^dE 

^ A J T{a»+ (m/Ar)*} 


— (2in)la 


,f_J 

}a* + 


{mlhr)^ dE 


r* 


(n 


(n= 1,2,3), 
-4,6,6). 


(26) 

(26) 


Now expand the t’s in powers of (kTj^)* by means of the well-known formula 


This gives 

m (2m£)» (2mO' 

At a* -H (m/Ar)*’ a* + (m/Ar)* ’ 

(27) 


X = i7r*F, Y = ^7r»W 

(28) 


3-2, Low temperatures. At sufficiently low temperatures where the residual 
resistance predominates the method of successive approximations given by Wilson 
(1937) can be used When scattenng by both impurities and the lattice vibrations 
is considered, the collision operator L is given by (Wilson 1937, equation (10)^) 


L(c) = ^pE^c + E-^L\c), (29) 

Here is a constant determining the effect of the impurities (in Wilson's notation 
P = (2m)*Jf/4A^) and 


The usual notation is employed here, with ri ^ {E — and A and D are constants 
characteristic of the pure metal 

Now solve the equations (7) and (8) by successive approximations, first neglecting 
L\c) in order to obtain the zero approximation Next substitute c = + 

and neglect in order to determine and so on. The zero and first-order 

approximations then give the following expressions for the i’s 


= -(2m)lyffJ^^j^^d^ + (2m)l(a«JSro,o-/?‘ifu). (31) 

= -(2m)l/?J^^^|^«d,-K2m)t(a«A,,„-/PZ,.,), (32) 

* The expression on the right of fchia equation is not L(c) but a multiple of it The multiplying 
constant is most easily determined by an inspection of equations (3) and (19) of Wilson's paper 
and equations (4), (0) and (6) of the present paper. 
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t* = - (2™)» aj 

1, = - (2to)I aj f^dji - (2m)i a/?(A',.| + A\ j), 

f i'/ 

“ }a*+^ \a'+fi*E)~dii ’ " 
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(33) 

(34) 
(36) 

(36) 

(37) 


The simplest way to obtam V, W, X, ¥ explicitly is to proceed as follows By 
use of equation (11) of Wilson’s paper, may be put into the form 

z*dz 

-8/7’(®*~ i)l 1 — I 


(2m)i/r\»r^ 
aM 


^ifi+n+l 


:©T 

»j'‘_J0^.ie,z)-0^,{E!-kT2.2))fUv, (3«) 

0^.{E,z) - ^j‘F„,(.E’.z)dE' (39) 


where 
and 

IP (W ^ Hi 

’ ^ - \a* + fPE)* (a*+/^»A’){aH/ff*(^ + i 

Now expand F^n{E,z) in powers of kTz, but treat the term D(TI&yz* as 
a constant, so that 

“ Atri,nih,Z) •{- kTz Bfgi^n{hf Z) + (kl Z)^C^ A fZ) , 

where A, B, C, . are even functions of z, and in particular 


Q 2 JjJm-yn 

^*(a*+^*A 


+fi»Ey 

Then G„^^(E.z)-a^^^{E-kTz,z)-Q„_jE, -z) + G„_„(E + kTz, -z) 

= 2*^„.„ + PT*z»(M; « - K.n + -^C,„^.) + 

where dashes denote differentiation with respect to K Substitution of this into 
(38) and evaluation of the integrals to the second order in kTj^ then gives 

OMW L («*+W 

rsiT f?dz n 
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where A, B,C, . are now functions of ^ and z, and dashes denote differentiation 
with respect to Also 

/"S/T z'^dz 

In this way expressions for V and W are at once obtained. To find X explicitly 
expressions like the following are needed. 

£»(*«>)' + = 2iS« = 2V, 

1 + Aj , = 2Aq^q, 

and + 

which is the coefficient of kTz in — o + !• and is 

When all the terms are collected together and simplified, the final results are 


V = (2w0» 




‘AM (a*+>*C)*’ 
fn?D 






AM(a*+/?»0*’ 

tw»g 2«/?g> 
AM(a*+/?«0*- 


(42) 

(43) 

(44) 
(46) 


3-3 Strong magnetw fields Kohler (1940) has given a method of successive 
approximations which is useful when the magnetic field is very large. The zero-order 
approximation is obtained by neglecting entirely all the terms arising from [3//9tJoou - 
The higher approximations can be obtained by proceeding exactly as in the preceding 
section. After a considerable amount of algebra the following results are obtained - 


r = -.{(2TOC)t/?£* + 4 




AM/’ 




lF = ^(2mO». y = ^(2m0'. 


(46) 

(47) 

(48) 


These expressions are exactly the leadmg terms m (42) to (46) if they are expanded m 
powers of 1 /a*, but, whereas equations (42) to (46) are only valid at low temperatures, 
equations (46) to (48) are valid at all temperatures This is a very unexpected result. 
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since it is known that the higher order correctic^n terms are important in equa- 
tions (42) to (45) and that the effects of the lattice vibrations and of the impurities 
are not strictly additive This matter is discussed in more detail m § 6 . 


4, The blectricat- conductivity 


4-1. At high temperatures a time of relaxation exists, and the electrical con- 
ductivity can readily be calculated by means of equations (19) and (27). The 
resulting expression for c can be put into various forms with a certain amount of 
algebraic manipulation and by using the relations (Wilson 1936 , p 16, equation (29)) 




(2m,g)> 

377^3 • 


^ SttW ’ 


(49) 


where and are the number of electrons and vacancies m the s- and d-bands 
respectively. The most convenient form for a seems to be 


o- = e* 


^ n,,Trf\ 

\ Wd / 


) (»»-»d)* 

tJtS 

m*m3 


ff)’( 




In the absence of a magnetic held the conductivity is 




(50) 


(51) 


and by combining (60) and (51) it is seen that the relative change in resistivity is 


P-^ 

Po 




(t) 


\rn, mj 

\ 

r 


feH) 

1 c i 


n,T, ^ naTa\ 
ma) 

r* 


(62) 


The question now arises whether a more general formula of the same type can 
be found for the change m resistance which will be valid at all temperatures From 
previous work on the electneal resistance in the absence of a magnetic field (Wilson 
1937 , Dube 1938 ), it IS known that the answer is no if an attempt is made to find 
an exact formula, but it is still possible to find an 'interpolation formula’ which 
has the same validity as the well-known ‘interpolation formula’ for the normal 
electrical resistance. The obvious way to set up such an interpolation formula is to 
ebminate r, and r,| from equations (60) to (62) and the equations 

o’o. = iTorf = na ^ Tjm ^, (63) 


all of which are only valid at high temperaturea Smee the times of relaxation do 
not appear exphoitly in the resulting expressions, but are replaced by the con- 
ductivities in zero magnetic field, which of course always have a direct physical 
significance, it seems likely that the formulae so obtained will have a wider vahdity 
than their derivation would suggest. This conjecture turns out to be well founded, 
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sinoe the interpolation formulae reduce to the correct formulae in the three hmiting 
cases of high temperature and arbitrary magnetic field, low temperature and arbitrary 
magnetic held, and large magnetic field and arbitrary temperature It would be 
difficult to set up a simple interpolation formula which satisBod further criteria 
than reducing to the correct expressions in the above three limiting oases 


4-2 The simplest way to prove the statements made in the preceding paragraph 
is to compare the various expressions for V and W. It can readily be seen that, 
replacing mKruH) in the expression (27) for V by 


1 , 37r»AZ)/T\* ^ 


(64) 


and treating all terms involving as small compared with the others, the expres- 
sion (42) IS obtained as the first approximation Now (54) is the usual interpolation 
formula for the resistivity of a metal containing a single band, assuming Matthiessen’s 
rule concerning the additivity of the residual and ideal resistivities pj. and (sec 
Wilson 1937, p> 378 and § 5 infra) Hence the expression 


^ (2?raC)« ne*P o 

A a® H- n VpJ/A* 


(56) 


reduces at high temperatures to (27) and at low temperatures to (42) Also, for very 
high magnetic fields, (55) reduces to 


„ (2m0^ne\ 

^ ~ h 


which IB exactly (46), assummg that p^ is given by (54) at all temperatures. In the 
general case the expression (56) is to be used for V and the corresponding expression 




( 66 ) 


for W, with Po given by (64), all quantities having a suffix aotd when required. 
4 3 The generalized expressions which replace (60), (61) and (62) are 


(^(M "i" ^cid)* ■ 


H\ 

ec, 

' 

(Tjio-a, 

«^o. + »■(«+( 

in 

fen?) 

1 


(67) 
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( 68 ) 

(59) 


0 * 0 , and <r^ being given by expressions like (64) but containing the appropriate 
suffixes a and d. 
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These equations have been given before but only in the form (50) to (52), and 
Jones (1936) has used them to discuss the magnetic effects m bismuth Until now, 
however, the derivations given have all assumed the existence of a time of relaxation, 
and the equations could not be used with any confidence at low temperatures where 
the magnetic effects are most interesting and most marked There are two cases to 
discuss depending on whether is or is not equal to n^i 

Case (1) 

> In this case (P“^o)//’o proportional to //“ for all field strengths Kapitza's 
experiments, on the other hand, indicate that while (p“Po)/Po proportional to //* 
for small fields it tends to increase more slowly than for large fields and in fact 
approximately linearly This indicates that case (i) is not realized in practice 

In order to obtain simple qualitative results from the formulae it is sufficient to 
put = Pod = 2po- Then 


If pis treated as a function of Poi it has a minimum value = 2Hj{n€c) which 
occurs when pg = H/inec). Now pg can never be less than the residual resistivity p^, 
so that the minimum only occurs provided that H > neep^. Therefore the qualitative 
picture of p as a function of T is as follows 

For U < neep^ the resistivity increases steadily with T from its value 


Pr + 



*1 


at T = 0, and for sufficiently high temperatures it differs negligibly from the ideal 
resistance p^ with the magnetic fields that are obtainable in practice 

For H > Tiscpj. the resistivity at first decreases as T increases (the decrease being 
initially Pi{{H fneepj)^ — \} and hence proportional to T*^), reaches the minimum 
value 2HI{nec) at that value of T for which pg = Hl{ntc) and then steadily increases 

Case ill) + 

In this case (p — Po)/Po proportional to //* for small fields but reaches a constant 
value for very large fields In fields of intermediate value (p — Po)/Po increases more 
slowly than and it is not difficult to reproduce the type of result obtained by 
Kapitza provided it is assumed that the fields which produce saturation lie beyond 
the experimental range. 

Wnting, for simplicity, pg^ = pg^ = 2pQ, (67) becomes 




'(i*a 

Po+Tgl 

(i) 

I'K-Wd)* 


(61) 


from which the temperature variation of p can be determined . For sufficiently small 
values of — the temperature variation of p is the same as in case (1), namely, 
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a minimum exists for large values of H. If, however, — is sufficiently large, 
there is no minimum, whatever the value of and p increases steadily with T. 

The minimum in the p—T curve for large values of H has been observed by Milner 
(1937) for cadmium There are also indications that other workers would have found 
similar results if they had pushed their experiments far enough, but Milner's work 
18 the only one known to us in which the mmimum has definitely been found. Milner 
gives no explanation of the existence of the minimum, but points out that it may be 
connected with the quantization of the electronic orbits due to the magnetic field 
It is certainly true that the conditions under which the Boltzmann equation are 
valid begin to break down when H is of the order of necp and that the quantization 
must then be considered, but without detailed calculation it is impossible to tell 
how large a correction to the present formulae is introduced by considering the 
quantization. This point will be considered in detail in a later paper, but for the 
present it need only be remarked that the existence of the minimum is shown by the 
elementary theory in which quantization is neglected, and it is probable that the 
more refined theory will only change the quantitative and not the qualitative results 
Any detailed comparison of the present formulae with the experimental results 
IS out of the question, first because of the extremely meagre and unsatisfactory 
nature of the experimental data available, and secondly because it would be 
unreasonable to expect the simplified model used to be exactly applicable to any 
real metal. The general form of the equations is, however, probably reasonably 
correct (for a discussion of the results to be expected from a general model see 
Peierls 1931), though no reliance can be placed upon the values of the numbers 
which occur in the formulae To explain most properties of metals it is sufficient to 
treat the electrons as if their energy levels were given by the simple formula 
E ^ h^\\i |^/2m, but if this is done there is no magneto-resistance effect. This is 
because the simpler phenomena depend essentially upon the total number of 
electrons present, whereas the magneto-resistance effect depends upon an average 
of the departure of the energy levels from spherical symmetry. In addition to n, the 
total number of electrons and vacancies, a new quantity should therefore be intro- 
duced, which has the dimensions of a number of electrons per umt volume and which 
IS related to the non -spherical nature of the surfaces of constant energy In the present 
model, n = -h n^, while n\ must be related to since it vanishes if either n, =3 0 
or = 0. It therefore seems probable on general grounds that if more general 
models could be worked out (and at the moment there seems to be no prospect of 
this being achieved) formulae would bo obtained similar to those derived here, but 
with and replaced by appropriate combinations of n and and with the 
numerical factors changed In trying to interpret the experimental results it is 
best to assume that and are parameters connected with n and n„ in some not 
too clearly defined way, and not to use the two-band model in too literal a manner 
The formulae given here are in fair quantitative agreement with the experimental 
results on cadmium For example, for one of Milner’s specimens Pq = 4 6 x 10~*^ 
gausBian units at 2-36° K,andp = 1-4 x in a field of 2 x 10* gauss Equation(OO) 
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gives ns 1-7 x lO’^p and with this value it is estimated that in a field of 2-28 x 10^ 
gauss the resistivity of cadmium reaches a minimum value of 1-8 x 10 at a tem- 
perature corresponding to = 0-9 x 10“^*. The observed values are 2-6 x 10-^* and 
0-0 X 10“'® respectively 

5 Matthjessen’s rule 

5'1, Matthiessen’s empirical rule states that the electrical resistivity consists of 
two parts, the ideal resistivity characteristic of the pure metal, and the residual 
resistivity Pr which is due to impurities, strains, etc , and which vanes from specimen 
to specimen Since the total resistivity p is supposed to be the sum of p^ and and 
since Pj. is independent of temperature, all the resistance-temperature curves for 
a given metal m different states of punty should be capable of being superposed 
by shifting them parallel to the p-axis 

Until lately Matthiessen’s rule was supposed to be well founded, but recent 
expenmental and theoretical work (see, for example, Gruneisen 1933, Justi & 
Scheffers 1938; and Dube 1938) has shown that the rule can only be considered to 
be a good first approximation, and that deviations from it are to be expected in 
those temperature regions where the residual and ideal resistances arc of the same 
order of magnitude For metals of high purity this means temperatures of the 
order of 10° K 

Dube (1938) attempted to determine the deviations from Matthiessen’s rule for 
the simplest model in which the electrons are free and are located in a single band of 
normal form. He was able to obtain the first correction term, but owing to the 
complexity of the higher order corrections his formulae wore not valid in the 
interesting temperature region His results, however, are of importance in showing 
that even with the simplest model deviations from Matthiessen’s rule are to be 
expected 

So far little attention has been given to the validity or otherwise of Matthiessen's 
rule when a magnetic field is present, but, unless care is taken to separate the various 
effects, much of the expenmental work will be of little value. For the reasons given 
below Matthiessen’s rule cannot be expected to be valid except more or less by 
accident, and attempts to simplify the experimental results by assuming the vahdity 
of the rule are not likely to be successful 

For the two-band model used here Matthiessen's rule does not hold even in the 
absence of a magnetic field Since the electrons in the two bands arc independent 
of one anotfier the conductivities of the two bands are additive and 

(r = <r, + (7rf (62) 

Neglecting the effect discussed by Dube and assuming that Matthiessen's rule applies 
to each band separately, 

P8 = Pn + P*. Pd = PTd+Pid (®3) 

It 18 not then possible to express p as the sum of p^ and where p^ depends only on 
p„ and Prd, while pi depends only on and p,^ 
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To find the deviations from Matthiessen’s rule the procedure is as follows Put 



Pn — Pta = Pti = Pu — y- 

(64) 

Then 

= o+a;. Pa = b + y 

(66) 

and 

(a + a:)(6 + i/) 

^ a + h + i + i/ ■ 

(66) 


Now define as the resistivity when a: = y 0, and p^ as the resistivity when 
a = 6 = 0, that is, 

ab xy 


Then the deviation A from Matthieasen’H rule ia 

{hx-ayf 


^ =P-(Pr+Pi) = 


(o + 6)(a: + y)(o + 6 + a: + |y) 


(67) 


( 68 ) 


Having found Pf by measurements on the ideally pure substance, the apparent 
residual resistivity of any specimen is p' = p— p, = p^ + zl Equation (68) shows 
that A IS always positive and ia strongly temperature dependent 

To obtain a qualitative picture of the temperature variation of d it is sufficient 
to put Aa ■> h and px = \j Then 

A ^ qj=( A-p)* 

(1 + A) (1 + p) {0(1 + A) + 2:('l +p)} 


At low temperatures x is small compared with a, so that A is proportional to x, 
that is, to while at high temperatures, where x is large compared with a, A is 
proportional to a, that is, to p^. It is therefore seen that A is zero when T = 0, 
it increases as T increases and finally reaches a constant value proportional to p^ 
For very pure metals the constancy of A holds down to very low temperatures, 
and the constancy of the apparent residual resistance is no guarantee of the validity 
of Matthiessen’s rule unless the measurements are carried out at temperatures where 
Pi is of the same order of magnitude as p^. 

The observed values of A are positive, increase with temperature and are smallest 
for the purest specimens (Oruneisen 1933) This is in agreement with the predictions 
of the two-band model and also probably of any model more complicated than the 
one-band free-electron model The A calculated by Dube for the latter model is 
negative and proportional to 1/p,.. Its importance is presumably small compared 
with that of the effects discussed here 


6<2 Since Matthiessen’s rule does not hold in the absence of a magnetic field it 
clearly cannot hold when a magnetic field is present The results are even more 
complicated than when the magnetic field is zero, and no useful purpose would be 
served by discussing them in detail except in the limiting case of an mfimte magnetic 
field, since the results are then very much simplified Further, when H is infimte 
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the equations derived in § 3-3 are exaotp so that the lesults given here are valid for all 
temperatures without approximation. As in § 4-3 there are two oases to joonsider. 

Case (i). 

In this case equations (46) and (48) lead to 


37r»*«a* 


[(2m^)l /J.Ci + (2m, C)» + *(!)“ A (■ 


h*A, ^ AM, 


)]• 


(09) 


which is a remarkable result since it shows that the residual and ideal conductivities 
are additive and not the resistivities. This represents as extreme a departure from 
Matthiessen’a rule as it is possible to imagine. It is a consequence of the fact that, 
when fhg » ^ proportional to 

Case (ii). 

In this case equations (46) and (46) give 




x{(2m.C)•-(2mrf^)•}■^ (70) 

and Matthiessen's rule holds exactly. 

Since these two particular oases give such widely differing results, it is clear that 
nothing simple can be expected in the general case. 


6. The rlectronio thermal ooNDUCTivmr 

6-1. When a time of relaxation exists, equations (28) give X » Y = \n^W, 

Hence the Wiedemann-Franz law holds for all values of the magnetic field, and all 
results concerning the electrical conductivity can be translated at once into corre- 
sponding results concerning the electronic thermal conductivity. To obtain results of 
more general validity the procedure as in § 4 is to set up an interpolation formula 
which reduces to the correct form m the three limitmg cases for which the solution 
is known. Here, however, the situation is more delicate than for the electrical 
conductivity, since it is known that the extrapolation of results based upon the 
existence of a time of relaxation gives an incorrect answer at low temperatures, 
but with the three hmiting cases as guide it is not difficult to find the correct 
generalization. It is merely necessary to replace everywhere by LJTjK^^ where 
is the thermal conductivity in zero magnetic field and is the ‘normal’ value 
^(irik/e)* of the Lorenz number The expressions corresponding to (56) and (56) are 
therefore 

^ w*(2mf)* n^LJTjK^ 

3« . - 

Y - lw«(2mC)* ^ 

VoL 100. A. 


(71) 

(72) 
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the appropriate auffixea « and d being understood. It is further aasumed that 
Matthieesen’s rule holds for the thermal resistivity and hence (Wilson 1937, p- 378) 
that for each band 


11 1 27« ^ 




To show that (71) and (72) give the correct expressions for X and T it is merely 
necessary to insert the value for /Cg given by (73) and show that (44), (45), (47) and 
(48) are obtained in the two hmitmg cases of l/#c^ very small and H very large. 
The proof is elementary and the details are left to the reader. 

It IS now possible to write down the expressions corresponding to (57), (58) and 
(69) They are 
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(^Oa + ^Od)* 1 

r 3 He \ 
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(74) 

(76) 

(70) 


»J»3 ('fo.+'foil)* 


6-2 The experimental results on the thermal conductivity are usually expressed 
in terms of the Lorenz number L = KjaT The experimental and theoretical values 
for the Lorenz number in the absence of a magnetic field have been discussed in 
detail by Makinson (1938), and it is now necessary to consider how his results have 
to be supplemented to take account of the effect of a magnetic field 

The Lorenz number is given at once by equations (57) and (74), and the results 
can easily be worked out for any particular case. In order to illustrate the general 
oharactenstics of L, various simplifymg assumptions are introduced, namely, 
= ^od = ^oa = cases and are considered 

separately 

The value of L when =< 0 is denoted by and the ‘normal’ value of L by 
which is the value of Ij^ when a time of relaxation exists. The general 
characteristics of are shown in figure 3 of Makinson’s paper. (Note 

that his notation differs slightly from that given here.) Disregarding metals in 
which the number of free electrons is very small (which moludes bismuth), is 
equal to Zr„ at both high and low temperatures but may be considerably less at 
intermediate temperatures. 

Cast (i) n, = Tij = * 

In this case 

Kq l + (g/n£C)«<T{i 
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For large yaluea of H this reduces to 




\ 36® / #Cq Lq 


(78) 


Sinoe in general it is seen from (77) and (78) that, as H increases from zero 

to infinity, L increases steadily from the value which is less than to the value 
Z^n/Aii which is greater than Zf„ If, on the other hand, > Zr„, L decreases as U 
increases. 


CcLse (ii). + ' 

In this case 
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(79) 


For small values of H this reduces to 


L^lJ\ + 




(80) 


which shows that L increases initially with Zf if For very large values of Zf , 

however, L has the value so that L imtially increases with H, reaches a maximum 
and finally tends asymptotically to its initial value 

The experimental data with which to compare the theoretical results are not very 
extensive (Gruneisen & Adenstedt 1938, Gnineisen & Erfling 1940), but they are in 
qualitative agreement with the predictions outhned above The Lorenz number is 
increased by the apphcation of a magnetic field, but there is no evidence as to 
whether it passes through a maximum or not. Measurements on metals which do 
and do not show saturation in strong fields are particularly desirable to settle this 
point 

To verify that the formulae give results of the right order of magnitude, equa- 
tions (60) and (77) have been used to obtain two estimates of n for beryllium 
A typical set of observed values is (Gruneisen & Erfling 1940) Po = 8 4 x 10 "*^, 
Lq = 1'42 X 10“^® at 22 0®K and p = 7 9 x 10“^®, L = 2-92 x 10“^® at the same tem- 
perature m a field of 1 -17 x 10® gauss. (All figures are in gaussian units.) With these 
values equation (00) gives n = 10®* and equation (77) gives 71 = 6-2 x 10®*. Better 
agreement could of course have been obtained by using equations (61) and (79) 
which have two adjustable constants 


7, The lattice conductivity 

In poor conductors such as bismuth an appreciable part of the thermal con- 
ductivity is due to the crystal lattice. This matter has been discussed at length by 
Makinson (1938), and it is merely necessary to complete his discussion by considering 


ag-a 
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whether the lattice conductivity is affected by a magnetic field or not There is, 
of course, no direct effect, but in certain temperature regions the lattice conductivity 
is almost entirely governed by the collisions of the electrons with the lattice, and 
as the paths of the electrons are changed by the magnetic field there might be an 
indirect effect on the lattice conductivity It turns out, however, that there is no 
effect 

To prove this it is merely necessary to re-examme Makmson’s argument that the 
interaction of the lattice with the electrons dejiends solely upon the equilibrium 
constants of the lattice provided that no electnc current is flowmg. Mahinson’s 
argument, given below his equation ( 18 ), depends only on the fact that in the absence 
of an electric current c(^) is an odd function of ^ (0(17) determines the departure 
of the distribution function from the Fermi function). This is true whether there is 
a magnetic field or not, the one extra complication introduced by the presence of 
a magnetic field being that there are two functions 0^(17) and c^( 7 i) to consider instead 
of one, but both arc still odd functions of 9/ when the electric current is zero. A mag- 
netic field IS therefore without effect upon the conductivity of the lattice. 

This result justifies to a certain extent one of the principal methods of separating 
the lattice conductivity from the total thermal conductivity. Both k and cr are 
measured in a magnetic field of increasing intensity at a given temperature, and 
K IS plotted against crT (Gruneisen & Adenstedt 1938) The resulting curve is 
extrapolated to zero value of cT, and the intercept on the k axis gives the lattice 
conductivity. There are two assumptions here first, that the lattice conductivity 
is independent of the magnetic field, and secondly, that the electrical conductivity 
and the electronic thermal conductivity are both zero when the magnetic field is 
infinite. It has just been seen that the first assumption is correct, but it is by no means 
certain that the second is justified. For the model discussed here both cr and k show 
saturation in strong fields (unless = 71,1), and it is not then correct to extrapolate 
to c = 0 Instead the curve should be extrapolated to its end-point at cr = 
which would give a somewhat larger value for the lattice conductivity than extra- 
polating to O’ = 0 This complication does not seem to have been taken into account 
in discussing the experimental results, it would only affect them if high accuracy is 
required * 
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A general kinetic theory of liquids 

III. Dynamical properties 

By M. Bobn, F.R 8 . and H. S. Green 
(Received 4 December 1046 — Read 26 June 1047) 


The theory of liquids formulated m part I and applied to the equilibrium state in part II is 
here extended to hquidfl in motion The oonnexion betwfM^n the inaeroficopio and imcroBcopio 
properties is revealed by the derivation of a sot of generalized hydrodynamiral equations, of 
which the fundamental equations of hydrodynanuos are a special case; the more general 
equations describe the mean motion of clusters of molecules in the fluid It is shown that the 
pressure tensor and energy-flux vector m a fluid consist of two parts, due to the thormal 
motion of the molecules and the miennolecular forces respectively, of which only the first is 
found i|i the kinetic theory of gases, but of which the second is dominant for the liquid state 

A method is evolved for the study of those "normar non-uniform states which rotate to 
actual monatomic fluids m motion It becomes apparent, as iii the case of equilibrium, that 
thOTO IB a region of temperature and density where analytical siugulanties arise, cloaoly 
associated with the process of condensation. 

Rigorous expressions for the ooefHcients of viscosity and thermal conduction are then 
derived which apply equally to the liquid and the gas They consist of two parts due to the 
thermal motion and molecular forces respectively, of which the Erst is dominant for the gas, 
and the second for the liquid By approximating to the rigorous formula, an expression for 
the viscosity of liquids is obtained, comparable with certain other formulae, previously 
proposed on quasi -empirical groiinils, and giving good agreement with experiment 

An integro-difTorentia] equation is derived for the determination of tho distribution 
functions relating to the non-uniforra state A full discussion is given of tlie simplest case, and 
the velocity distribution in non-uiiifurm liquids and gases examined 


1. Introduction 

In the first paper of thin series (Bom & Green 1946), we have explained a general 
method for dealing with an assembly of equal particles not in equihbnum, in the 
second (Green 1947), the special case of equiUfanum has been treated, and it has been 
shown that even here, where the new method is completely equivalent to statistical 
mechanics, it is more powerful In obtaining expheit results. In the present paper, 
a moving fluid will be treated in more detail, and not only the thermo-meohanical 
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equation^ of motion, but also ngoroua expreaaions for the ooeffioienta of visoosity 
and thermal conduction will be given. The latter will be simplified for comparison 
with expressions found in the hterature (which, however, can be regarded only as 
dimensional formulae) In this way theoretical justification for certain empirical 
formulae will be found, of the type first mentioned by de Guzman (1913) and studied 
in detail by Andrade (1934), which are known to give excellent agreement with 
experiment. 

Concerning the method of approximation, it has been found that the method 
developed by Hilbert (1912), Enakog (1911, 1917) and Chapman (1912, 1916), 
fails for the multiple distribution functions (A> 1). A new one has therefore been 
devised, based on an expansion with respect to the space gradients of the equilibrium 
parameters (density, mean velocity and temperature) 

One feature of the results has to bo mentioned particularly, namely, the appearance 
of condensation as a singularity not only in the equilibrium equations, but also in 
the expressions for the dynamical constants. We wish to stress the point that wo 
differ fundamentally from the ideas about condensation held by many modern 
writers, and clearly formulated by Kahn (1938) in his well-known dissertation, 
namely, that the horizontal part of the isotherm in the p-v diagram {p = const ), 
representing the co-existence of liquid and gas, is contained in the general thermo- 
d3niamical expressions. In fact, the co-existence of the two phases means only that 
there are two values of 1; for the same p, the straight line connecting these points 
has no moaning unless a parameter strange to the theory of one phase is introduced, 
e g the mass ratio of the two phases. We believe that Kahn’s derivation of this line 
p = const is based on a misconception of the situation; for he assumes the vinal 
coefficients (^„) to bo constants, whereas they depend on the volume for high values 
of n. Kahn’s results have really a different meaning he has found the liquid branch 
of the isotherm without noticmg it. 

In this paper no attempt will be made to obtain exact numerical values for 
physical constants, as this will require extended and tedious calculations. Apart from 
these, wo hope to generalize the theory in the following different directions. The 
first and most obvious step is the mtroduction of mternal degrees of freedom of the 
particles (molecules), this is probably closely connected with giving up the assump- 
tion of central forces. Then mixtures of two or more kinds of particles have to be 
considered in order to obtain the laws of ordinary and thermal diffusion, the latter 
(Soret effect) will be of special interest, as no satisfactory theory for liquids seems 
to exist Also our theory gives, as shown in part II, clear indications of the appear- 
ance of the solid state; we hope that it will lead to a better understanding of the 
present lattice dynamics and its limits, in particular to a theory of melting and 
plasticity. 

The most important generalization envisaged is the introduction of quantum 
mechanics. For there are known several examples of quantum 'liquids’: hehum 11 
(superfluidity), the substance of nuclei (droplet model), and perhaps electrons m 
metals (superconductivity). It is, of course, hopeless to try to understand the 
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abnormal visoosity in liquid helium if one has no theory of viscosity in normal 
liquids. This gap has now been closed, and we wish to extend our theory of viscosity 
to quantum liquids. 

The tensor notation used in this paper is that devised by Chapman & Milne (see 
Chapman & Cowling 1939, chapter 1). Vectors are represented in clarendon type (a), 
and cartesian tensors m sans serif type (w). The transpose of a tensor w is W; its 
products with a vector a (both vectors) are denoted by w.a and a.w; the spur 
product with a second tensor w' (a scalar), by w w', etc. 


2 Hydrodynamics 


The fundamental equation of the theory [(4 6) of part I] may be written in the form 

0 A 


dt 






.h». (2.2, 

SO that, while = P(^, is the external force acting on a molecule at at time 
mv)^^ includes the average force due to the presence of the other molecules, the 
positions of the first h of which are assumed to be known. 

In this section, the generalized hydrodynamical equations referring to such a 
cluster of h molecules will be denved from (2'1). By integrating this equation over 
the velocities 



(»."«-) =0 

(2-3) 

is obtained, where 

r(*) r ^ 

(2 4) 


(2-3) and (2-4) were obtained previously, as (3-3) and (3-4) of part I, where (2-3) was 
interpreted as the generalized equation of continuity 

Let I be any function of the time t and the co-orchnates Then it follows 

from (2-3) that 

= ^ (2-B) 

where j represents the operator y + E **S*.=^. 

Qti Ot OX^*^ 

Next, after multiplying (2‘1) by and integrating over all the velocities, 

n/p') - -.-liP 


(2-6) 
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is obtained, sinoe the right-hand side of (2-1) is seen to contribute nothing, after an 
integration by parts over On applying (2-5), (2-6) becomes 





(2-7) 

where 



(2-8) 

and 



(2-9) 

Further, on writing 

pg«=kg«+r. 

(2-10) 

whore is 

defined by the equation 




(2 11) 

(2-7) assumes the form 


(2-12) 


This is the generalization of the equation of motion of ordinary hydrodynamics, to 
which it reduces when A = 1. It is clear that the pressure tensor consists of two 
parts and 1^^, of which the first is due to the thermal motion of the molecules, 
and the second to the intermolecular forces. It is customary to neglect this latter 
part in the kinetic theory of gases, but in liquids, far from being negligible, it is 
clearly the dominant part. 

When (2-1) is multiplied by and integrated over all the velocities, the 

resulting equation is 







(213) 

where 


(2-14) 


defining a generahzed temperature which reduces to the ordinary temperature 
at the point when A = 1 Equation (2-13) is first transformed by means of 
(2-5) and (2-12), with the result 


3* dlf 
dt ^ 
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Finally, by using (2-8), the following is obtained. 

(2-16) 


where 




(2 17) 


(2-16) is nofc yefc the energy equation, as it refers only to the thermal energy of motion 
\kT^, The corresponding equation for the potential energy is derived by writing 


A‘> = - S 

2y_i 2J Wft 


(2-18) 


for / in (2-5), note that a factor ^ must be inserted in localizing the potential energy, 
to show that the energy is shared by the two molecules concerned, otherwise an 
incorrect expression for the internal energy would result from integrating over the 
whole fluid. It IS found that 

(2-19) 

and so, with the aid of (2-3), 

“ (ujp+i - U^>) dx<*+«] 

= - (uip - uK>) . ^ -ugVi) (2-20) 


This may be wntten in the form 


where 8^> 


( 2 - 21 ) 


■ (u^’ - u)k «) . ^ + “5i + 1 - 2ug’) ^ a^,-^ ’dx(*+J). 


(2-22) 


Then, on adding (2 16) and (2 22), the following composite equatiou results: 




2sg> - ifcn’+ A«, 

qg« =. mX^> + n5{« 


where 

and 


(2 24) 
(2-26) 
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(2-23) may now be regarded as the generalization of the equation of energy trans- 
port, and it la seen that the energy flux like the pressure tensor, must be regarded 

as having two parts, due to the thermal motion and the molecular forces respec- 
tively. 


3 Thu oenbbal expansion procedure 


It was pointed out in §2 of part II that the integro-difierential equation (2-1) 
possesses solutions much more general than those which, apart from minute random 
deviations, describe the condition of actual fluids, the latter we call 'normal’ 
solutions 

A normal solution is determined completely when the density n^, the mean velocity 
u^, the temperature and the external force P, are known throughout the fluid; 
it IS sufficient to know the first three of these at a given time t, since the hydro- 
dynamical equations (2-3), (2-6) and (2-13) for A = 1 determine their subsequent 
variation. The more general solutions are distinguished from the normal solutions 
m that they may depend on the time t directly, as well as indirectly through the 
density, velocity, and temperature, also they may depend on the co-ordinates 
explicitly m a more general way than we expect of the normal solutions, namely, 
os a symmetrical function of the relative co-ordinates of the A molecules As only 
the normal solutions of (2-1) are required for the present purpose, we postulate 


A 




( 3 - 1 ) 


where the occur only symmetrically in the combinations and the 

Ajj, (fc = 1, ,, 8) represent the values n, u, T and P of the density, velocity, tem- 

1 ^ 

perature, and force respectively at the mean centre x = r £ of the molecules. 

Ai^i 

From the defimtions of u^\ T^\ etc., it then follows that all these 

quantities will be functions of the same kmd as for example, 




* 


where«gain the x<^> occur only in the combinations bo that ^ = 0. More 

generally, if c represents any of the quantities enumerated. 


c = 



’ *’0x’axax 



(3-2) 


the small letter always being replaced by the corresponding la^ge letter to denote 
explicit dependence on the Ajj,. 

It ia now supposed that C is expanded in powers of ^ , . . . , so that 

ox OXflX 

' c - c®+c'+c-+..., 


( 3 - 3 ) 
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where 


A*), 


c' = 2-^.C;(x(« A*). 


fc'ax 

t'axex 


■ C:(xW), 5«). A*) + S (^1^) : Afc). 
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and, in general, involves only r derivatives of the Aj^. 

From the hydrodynamical equations (2-3), (2-12) and (2 10) with h = 1, it follows 
that 

V — 

dt ~ r^Afc dt 



3(7® 

f3 

.1 

SC" 1 

/ S IS 1 

“ 

dn 


0U 



3C“| 

aTi 

( 3T 

r ^ 

2 /a 

'*'3A:7i\3x 

m+k.|;.u+Jj^.(iiS>-ii)» 





Sc' 

„SC'SAt S SAfc 

Also 




^ “ 






Sc“ SC® 1 SAfcSC® 

whilst 




0x<'>"^<*)‘‘‘At'ax0A*’ 




Sc' 

SO 

' 1 SA.SC' 1 S SAv 

and 



0x<‘) 

ex 8x Bx 


(3-5) 
(3 6) 

(3-7) 

(3 8) 

It must be noted that in calculating integrals hke where 

IS a function differing from c = c* only in containing A + 1 instead of h co-ordinates 
and velocities, account must be taken of the shift of the mean centre from 

1 k-i-i 1 * 

Thus Cji+i must be replacjed by 

__ 9CjL4.i g V ■ 

when Aj^(X;^^i) is replaced by A|^(x), the actual displacement d of the mean centre is 

SCx^'k+^-x*®). (3-9) 

Hence 




ax<« 


*+i •fc(A-i-i)(ri 

W) 


1 d . .y, ^ I 
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Wheny]{, . are known, it is easy to calculate c", c', ... explicitly, for example, 


(312) 


(3-13) 


(3 14) 


/’(ft)/* 

‘ f . (3-11) 

n;=J- J/And9«.J 

= f ”f§5«nrfe‘". vg>»= 

' ► (3-12) 

ur v){>' = -ug)'. 

^ (3-13) 

kK«' = n 

raj{«»= ' 

mp =mj. J/ivr(H>«-(| + <J«)^2r)nd5'^ 

+ (x<fl-x).Ap. 

One further remark may be made concerning the dependence of on u it is 
clear, on physical grounds, that the distribution of velocities among the molecules 
of a fluid about the mean u is independent of any translational motion of the fluid 
as a whole. Hence Ff^ will contain u only in the combinations and in 

d 

the derivatives ^u, ©tc., so that 

ox ox ox 

BFt, ^ dF. 

^*+S3|^) = 0- (3-17) 

By integration over the velocities it follows also that 


(3-16) 


{3-18) 
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The equation to determine F% is easily derived fo>m (2-1), it follows from (3-6) 


that 



^Fi\ * 

8x‘«‘35«V 1-1 JJ ■ 8?*’ 


dx‘*+*»d5<'‘+« 


( 3 - 10 ) 


It IB uimeoesBary to solve this equation, however, as it has been obtained from (2 1) 
by writing 0Aj^/8x ^ 0, i e. by postulating equilibnum conditions, and the solution 
of (3-10) must therefore coincide with the known equilibrium solution of (2 1): 




( 3 - 20 ) 


Here, in accordance with (3-18), N\ does not contain u, though it is, in general, a 
function of n and T aa well as the relative co-ordinates. Substitution of (3-20) in 
(3-11) to (3-15) now leads to n" = n, and 


ug^ = u, 1 

it follows from these that n[, T[, uj, n\, T\^ uj, etc., must all vanish. 
From (3 6) it is found that 



and 




U-h: 


sa/wB “'■‘’'"sH- 


( 3 - 21 ) 

(3-22) 

(3 23) 


These expressions can also be calculated from the hydrodynamical equations (2 3), 
(2-6) and (2- 10), which give 


(it) -- r‘s"+-sr" s+ 


a» aw! ar » 
' ar" ai 


-1 =0, 

(3 24) 

(A^SuD), 

(3 26) 


* dN' 

since S vanishes, 
i- 1 ax(»> 

Companson of the second of equations (3-22) and (3*24), with reference to (3 16), 
leads to 


^ 0^) 


S0(i*+i) 

ax<« 


= 0 , 


(3 20) 


which agrees precisely with the equation, first found in part I, for determining the 
equilibrium value of thus confirming our adoption of the equilibrium form of 

for F\. Note that the external force P(x<^>) does not influence the 'zero’ approxi- 
mation in any explicit way, this could be foreseen from the fact that the constant 
force P(x) accelerates all the molecules in the same way, and can therefore influence 
only the density distribution, which has been assumed to be given. 
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The following equation is found by comparing (3-23) and (3-25); and writing 
A = 2 and r — 

This may be regarded as an integro-differential equation for the (partial) deter- 
mination of U^' — U^'. Multipboation by 0(r) and integration over r gives 


f. 


^ nkTtr^.u, 


where 


nkTa = — 




(3-2R) 


(3-29) 


so 


1 + 0, (3-30) 


that iV§(Uif" - Un = H<r+2) r>dr^.u 

provided ^ u = 0. It will appear later how u can be determined from other souroes 
At present we wish to draw attention to the failure of the above solution when 

031) 

i.e. when the internal energy of the fluid isjchangmg at a certain rate with tem- 
perature. On approaching this point, the average relative velocity of two molecules 

0 

at a given separation tends to infinity, unless ^ u = 0, this means that the con- 

ox 

dition of the fluid, even m equilibrium, is highly unstable for small changes in the 
volume. One can hardly fail to associate such a condition with condensation, or 
rather the hmit of superheating above the boiling point, and we therefore regard 
(3-31) as the exact analogue of the ‘condition fot condensation’ found in part 11 

4 Viscosity and thebmaIs conduction in liquids 

Before proceeding to calculate the viscosity and thermal conduction coefficients, 
the form of J’i, and + U|p') which can be determined qualitatively from 

quite general considerations, is required. Write 


a = 


ax’ 


, dn 


6 = ^.u. 6' = i-.P, 

9x dx 

, 1/0 1 0 , 


b' 


2\9x ^9x ) 38x 


.PI, 


(4-1) 
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Now F[ IB linear in the a’s and 6’8, can contain besides only n, T and v, and 

satisfies jF^dv = = 0 , hence it is of the form 

J'i = 9iV a + 9lv a' + 9,v.b.v + 9jv b' v, ( 4 - 2 ) 

where 9j, 9^, 9, and 9^ contain only n, T and v. 

is hnear in the a’s and h’s, can contain besides only n, T and r, it is unaltered on 

replacingrby —r (interchange of x(Vandx<*>),andsatisfieHjN2dr = (iV— l)JVi = 0, 
hence it is of the form 

NJ = w.b r + i^'r.b' r, ( 4 ' 3 ) 

where v and v' are functions of n, T and r only 

NS(U^' + U||*’') is Imear m the a’s and &’a, can contain besides only n, T and r, 
is unaltered on replacing r by — r, and satisfies 

JiVj|(U<,«' + Ui«')dr = 2n(N- l)ui = 0; 

hence it is of the form 


+ = T(r ar-iraa) + T'(r a'r- Jr*a'), (4-4) 

where t and t' are functions of n, T and r only The form of other functions mvolvmg 
the a’s and b's may be determined in a similar way, but here it is necessary to note 
only that Nl and iVj , like iVJ, must be even functions of r. 

Now turn to the equation (2-1 1), which, with = 1, determines the part I of the 
pressure tensor due to the molecular forces, namely, 

(‘- 5 ) 

When each side of this equation is expanded in the way shown in (3 3) and (3-10) 
(substituting for in the latter), the following are obtained: 



A ,o__A 

3x ax 


(4-6) 

3 0 

8x ax' 


(4-7) 



(4-8) 


The other terms on the right-hand side vanish when account is taken of the fact, 
noted above, that N^j and Ng are even functions of r. Then, on integrating (4 6), 




(4-9) 
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in agreement with the formula found previously for the part of the pressure tensor 
due to the molecular forces in equilibrium. The constant of integration has been 
rejected to ensure as n->0. 

In the same way, from (4-7), 


V 




= -^J(vb + v'b')0'(r)r®dr, 


(4-10) 


on substitution from (4-3) Similar formulae for T, etc , may be obtained from (4 6), 
etc To obtain the corresponding expression for k', substitute (4-2) in (3-14), it is 
found that 

k' = A»»|(q>*b + (pib')w*dv. (411) 

Now the viBCoaity ooeffioient fi is defined by the equation 

p' = -2/ib. (412) 

# 

on the understanding that b' = 0. Hence 

A = ^ ji>(r)^'(r)r^dT-^m jip,{v)v*dv. (4 13) 


In the kinetic theory of gases, no account is taken of the first term in (4-13), due 
to the molecular forces, the second term is found to be small and to decrease with the 
temperature. In liquids, however, the viscosity is much larger, and increases with 
decreasing temperature, it is therefore reasonable to conclude that the first term of 
(4-13), far from being negligible for the liquid state, is the dominant one in the 
complete expression. This conclusion is supported by the observation that it is 
roughly proportional to the square of the density, and so becomes very many times 
larger in the process of condensation. 

To calculate the coefficient of thermal conduction, it is necessary to obtain first 
the energy flux vector q'. From (2-22) it is found that 

s +ir)jvs*, (4-u) 

and, on integration, 

= + V[*^')NldT 

= -^J(Ta+T'a')0'(r)r»dr. (4-16) 

when substitution is made from (4-4). Also, from (3-15), 

m' = iJ(9ia + 9ja') — ^^^v*dv. (4-10) 
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Now, the thermal oonduotivity ooeffioient A is defined by 

q' - -Aa, (4-17) 

on the understanding that 8p/fix » 0, p ^ + so that, according to (3-21) and 

(4-9), 

a' — ica. 


1 ^ 1 

n QnkTj 

\T^-^fl>\r)rdT 

1_| 


ontrj 


Hence ^ = /J(T + /rr')<^'(r)f*dr-y( 9 , + /C 9 i)(«*-^)«’'dv, (4-19) 


where, again, the second part la dominant for the gaseous state, but the first term 
which does not appear in the theory of gases, becomes of major importance for the 
liquid state. 


5 Prbliminary discussion of tub coefficients 

OF VISCOSITY AND THEBMAIi CONDUCTION 

The complete content of the formulae (4-13) and (4-19) can be disoussed only 
after a rigorous determination of the deformation of the radial distribution function 
by the motion of the fluid However, this requires the solution of a complicated 
integro-differcntial equation, to bo developed in the next section, which is a con- 
siderable task It therefore seems desirable to derive simple approximations to the 
exact laws, for comparison with experiment. 

It will be assumed that the second term, due to the thermal motion, in each of the 
formulae (4-13) and (4-19), can be completely neglected for the hquid state, 

i^r.b.r, which is the second approximation to the radial distribution function 
in non-equihbrium conditions, must clearly be proportional to the first approxima- 
tion JV|(r), which gives the density dependence. Hence* 

v = aiNl(r), (6-1) 


where Ui is a factor of dimensions involving only r and kTIm; accordingly 


1 / to\* 

(6-2) 

Substituting (5-1) m (4-13), 



(6-3) 


The factor JVJ in the integrand of (5-3) rises from zero to a sharp maximum at the 
distance of the nearest neighbours from a given molecule. When account is taken 

* A closer study shows that the details of the following calculation require amendjnent ; 
but the result (5 11) is still unaffected. 
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of the second factor ^'(r)f*, this matimiiin is only slightly displaced, and the 
integrand is almost aero elsewhere. Hence the integral may be evaluated by the 
method of ‘steepest descent with the rrault 


2ff / m \* 


where 




(6-4) 

( 6 - 6 ) 


For the further simplification of (6-4), N\{t) may be replaced by its first approxima- 
tion and, in (fi-6), since is known to lie beyond the potential minimum 

in the attractive part of the field, it may be assumed that 

m - -yr-«. (6-6) 

where the second term is generally negligible in comparison with the first Thus 


fi ~ (42»my)* 


( 6 - 8 ) 


In order to compare (6-8) with corresponding formulae involving the frequency 
I'o of vibration of the molecules about the equilibrium point rg in the molecular field, 
one may take 

^(r) = -yr-«{l-J(ror-»)«}, (5-9) 

according to Lennard-Jones (1924); then Vg is given by 

47r*7ni'J = 0'(ro) = 36yrJ®. (6-10) 

Substituting for y from (6*10) into (5-8), and taking n = 2~*ff* (as for a face-centred 
cubic structure), it is found finally that 

Formulae of this type have been suggested before. Andrade (1934) regards viscosity 
as produced by the transfer of the momentum of molecular vibrations from one 
‘layer’ to a neighbouring one, and obtains, for the melting-point, ^^mvi/ri, where 
Vi is Lindemaim’s frequency. One recognizes this factor in our formula, but with 
constant Vg referring to the diatomic molecule; the actual dependence on volume 
is given by the factor (fg/ri)‘ = (vjv^)*. In fact, Andrade’s derivation seems to us 
an ingenious dimensional consideration, which, however, fails to give the correct 
dependence on volume since dimensionless factors (powers of Vg/v^) cannot be found 
in this way. Andrade also finds the exponential factor, but gives no theoretical 
explanation except that it ought to be of the form of a Boltzmaim factor. 

A different formula for the coefficient of viscosity has been given by Fiirth (1941)- 
It is based on his theory of * holes ’ ; the liquid is regarded as a continuum containing 
small bubbles, the size and apparent mass of which depend on the surface tension. 
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Ab these bubbles transfer energy and momentum from one layer to another, the 
ooeffioient of viscosity can be expressed in terms of the surface tension. Furth’s 
formula contains an exponential factor of the same type as ours; the remaining 
factor cannot be compared with ours because of the entirely different assumptions 
made. But Furth has shown that his formula is practically identical with Andrade’s 
because of some empirical relations between the constants involved; and similar 
considerations can be apphed by coupling Fiirth’s formula with our own, or that of 
Ewell & Eyring (1937) with our own. 

The thermal conductivity may be discussed in a similar way, starting from the 
ngorouB equation (4-19), and omitting the second term as unimportant for the 
liquid. If one writes 

r-eJVS, (6-12) 


it follows from simple dimensional considerations that 

fc 1 / m \* 


(8- 13) 


It IS now seen by substitution in (4-19) that the thermal conductivity consists of 
two terms, the first of which is proportional to the viscosity, and the second of 
which depends on the coefficient of expansion, through the parameter x. Owing 
to the complication of this second term, it is more difficult to denve a simple formula 
of general applicability for the thermal conductivity, the complete discussion of 
which is therefore deferred until a rigorous treatment can be given. 


6. The integbal equation fob 

The equation for the determination of will now be derived from (2 1) in accord- 
ance with the general expansion procedure outlined in §3 The expression for 


dT 2T d o-T d 
3^+-3-0i "+-rax " 


1 „ SK 

du ’ 


( 0 . 1 ) 


by substituting/^ for c, and picking out the 'first-order' terms in (3-5) and (3-0) 
Also, from (3-7) and (3-8), 



3AV = (i(vv(0^ 


ln% dn 9x^kT[^ } ax" 

^ (I / y ,^0.^ _ + £ v<‘) 

TK } 2jaxJ^r 


axtfl’ 


( 0 - 2 ) 


30-a 
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(2-1) therefore 3 rield 8 the following equation: 


(2-1) therefore 3 rield 8 the following equation: 

-4i(E(x»»-x).v<.)4xP+s(*«.^;-is^|p) 

As an indication of the general method, this equation will now be discussed for 
the simplest case A = 1, when it reduces to 

- imv^ /mv* 6\/f mf$ . 1 CCd^ 0/i . - 

The last term on the right-hand side of (6-4) cancels with the terms involving the 
pressure on the left-hand side. Apart from a term involving o-b, (6*5) is an exact 
analogue of the corresponding equation in the theory of gases. It is convenient to 
define the function 


which must be of the form 


e = CQ6-hei,.ur a-hei„rv.a-l-c,^v*r.b.r-hcg,„n;r b.v + c^r*v.b.v, (0-7) 

Terms involving b\ a' and b' may possibly occur, but if they do, (6-5) can clearly 
provide httle information concerning them, because they do not occur on the 
left-hand side. 

A number of conditions must be satisfied by e, for example, since 



-/:=/(.- 

»h/i)dr. 

(6-8) 

Also 

ni-J 

[edv, 

(0-9) 


»M"-J 

[evdv. 

(6-10) 
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In (6-7), eg, e^, e^ and eg, axe all funobions of r, v and z, whexe 

n« ■ r v; (fl’ll) 

it ia convenient to expand them with respect to z in Legendre polynomials, thus: 

c* = Eei?P,(2), (012) 

where the cjp involve r and v only. 

Now substitute from (4-2) and (6-7) into (6-8), making use of integration formulae 
which will be found in the appendix (§7); comparing coefficients of 6, a and b 
respectively, it appears that 

Jej^dr - 0, 

J(ic&V + ei®r-ni(pj)dr *= -94, (6-13) 

+ JeS^r* + effir* - 9,) dr = - 9,. 

Similarly, from (6-9) and (4-3), r -v 

Jcg*>dv = 0, 

+ = ■ (0-14) 

J(cll? + ieS.+ielS)w*«*'v “ v. 

To treat (0 10) in the same way, an expression for — U^^') is required, to 

combme with (4-4) It must be an odd function of r, and is accordingly of the form 

2VS(Ui»'-Ui«') = Vo6r+(7,r.b.rr-hy,r*b r, (6-16) 

where t/g, i;, and v, are functions of n, T and r only. It now follows from (6-10) that 

J^ej^udv - - Iri/g, 

J (leg? + lei«) «*dv = JrT, 

= Irr, ■ 

J(JcS^ + ie5|“ + j€S£)t>=dv = -irvg, 
J(ieSS.+Aeffi-Ae!£.-AeiS)«»iv = 


(6-14) 


( 0 - 10 ) 


According to (3-30), 


-.(«,r.b.rr-|-i;gr*b r) = 0, 


(0-17) 


(0-18) 


|;(r»u,)-t-r>|;(r«D,) = 0 


BO that 


(0-19) 
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Now the integral equation separates into the following three: 

3 r30 . nur/mv* 3\- 

av ■ J ar “ "F ~ 2^ " ’ 

3 f3d, .j fn/y/mu* 6\ 

av ■ J aF ^*^*’*‘ “ T~ {2kT ~ 2) 

^ {eirWVrr - 1 ) + Cfc,n;(irv + ^vr - . v 1 ) + e„r*(vv - 1 )} dr 


(6-20) 

(6-21) 


-^*(vv-iw«l). (6-22) 


Since ~ . (ir*v) = 0, the integral of (6-20) is 

ov 

0 

Also, since ^ vv — Jv® 1 )} = 0, it follows from (6 21) that 

0 

Finolly, since £ g- - tfy + -I- v, d,^))] - 0, 

one obtauiB from (0-22) 

|^'(r)(K>+K|.+ j«iS>)r»dr ^^jy/odv. 


(6-23) 


(6-24) 


(6-26) 


These relations do not suffice to determine the function e completely without 
other assumptionB; however, if one assumes, as seems reasonable, Sg, Sj and e, each 
involve the velocity as a simple factor (self-consistent field), it follows from (6 23) 
to (6 25) that 


‘•-iTv 

[>•( 

fmv* 3^ 
^Uf~2) 

\fidv. 



'wiw* 6^ 

[MT~2i 

\f?dv. . 

1 j 





wVfdw- 

CD 

J 


Then the velocity dependence of e is determined by (0-4) with A » 1 in terms of 
incomplete gamma-functions; to obtain the dependence on r, it will be necessary 
to proceed to the equation 2, using the 'Kirkwood’ approximation [(4-6) of 
part I] for /a in terms of When e has been determined, v and r are given by (6-14) 
and (6-16) respectively, and the coefficients of viscosity and thermal conduction 
may be accurately calculated. 



A general kineUc Oieory of liquids. Ill 


473 


7. Appendix 

Here are derived some formulae of integration which are required in § 6. The 
following properties of Legendre polynomials are mvolved 


It follows immediately that 


io(z) = 1, 

Pl(z) = z, 

i»(z) = l(3z*-l). ■ 
P 3 (z) = iz(6z«-3). 


Next, it is seen that 


Je^dr = iJ^^Po(z)2eg>i*,(z)dz.4irr«dr 
= jef dr, 

Je^rdr = u^^vje^rzdr 

= u“*v f if P^(z)'^^Pi(z)dzT.4:itr*dr 
I 

= iir-^v JejJVdr. 


Je^rrdr » Jefc(rr — 1 )dr+| Jej^r^dr 1 

= v“*(vv-iv* 1 ) Jefci(3z*— l)r*dr + ^Jcjr*dr 1 
= |w*(w — 1)J'c^r*dr + J 1 J'cj^r^dr. (7'6) 

In a similar way, 

^^kUrfrydl = Jffc{r.r^ry-ir*(r.i>y + r^dy. + ryd.^)}dr 
+ \j^kr*{ra^iiy+rfS^a+ryS,,fl)dT 
= W-*{W. - |W*(W. <j^y + 4 ^y jc* ^ ( SZ^ - 3z) f^dP 

+ iw-Hw. ^fly + Vfi^ra + VyS^/i) Je*zr*dr 

= |w-*{v.«^Wy- Jw*(».^/ir + t’/i^y. + *'y'^«^)) JeltVdr 

+ + VfiSy, + Vyi,f)je'i^r*dT. (7-6) 

It 18 obvious that the formulae of this section remain valid when r and v are 
interchanged. 
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A dynamical model of a crystal structure 

By Sib Lawbebob Bbaoo, F.R.S. abd J. F. Nyb 
Cavendish Laboratory, University of Cambridge 

{Receive 9 January 1947 — Read 10 June 1047) 

[Plate. 8 to 21] 


Hie oiyatal atniotura of a metal la represented by an assemblage of bubbles, a millimetre or 
less m diameter, floating on the surface of a soap solution. The bubbles are blown from a flne 
pipette beneath the surface with a constant air pressure, and are remarkably uniform in size. 
They are held together by surfsoe tension, either in a single layer on the surface or in a three- 
dimensional mass. An assemblage may oontam hundreds of thousands of bubbles and persists 
for an hour or more. The assemblagM show structures which have been supposed to exist 
in metals, and simulate effects which have been observed, such as gram boundaries, disloan- 
tions and other types of fault, shp, reorystallization, annealing, and strains due to ‘fore^' 
atoms. 


1. The bubble model 

Models of crystal structure have been described from time to time in which the 
atoms are represented by small floating or suspended magnets, or by circular disks 
floating on a water surface and held together by the forces of capillary attraction. 
These models have certain disadvantages; for instance, in the case of floating objects 
in contact, frictional forces impede their free relative movement. A more eerious 
disadvantage is that the number of components is limited, for a large number of 
components is required in order to approach the state of affairs in a real crystal 
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The present paper desoribes the behaviour of a model in which the atoms are repre- 
sented by small bubbles from 2-0 to 0-1 mm. ih diameter floating on the surface of 
a soap solution. These small bubbles are sufficiently persistent for expenments 
lasting an hour or more, they slide past each other without friction, and they can 
be produced in large numbers Some of the illustrations in this paper were taken 
from assemblages of bubbles numbering 100,000 or more. The model most nearly 
represents the behaviour of a metal structure, because the bubbles are of one t3rpe 
only and are held together by a general capillary attraction, which represents the 
binding force of the free electrons in the metal. A brief description of the model has 
been given in the Jovmol of Scienitfic InsirumeTUs (Bragg 19426) 





Fiourb 1. Apparatus for producing rafts of bubbles 


2. Method of formation 

The bubbles are blown from a fine orifice, beneath the surface of a soap solution. 
We have had the beat results with a solution the formula of which was given to us 
by Mr Qreen of the Royal Institution, 15-2 o o of oleic acid (pure redistilled) is well 
shaken in 60 0 c of distilled water. This is mixed thoroughly with 73 c c. of 10 % 
solution of tn-ethanolamine and the mixture made up to 200 c.c. To this is added 
104 c.o of pure glycerine. It is left to stand and the clear liquid is drawn off from 
below. In some expenments this was diluted in three times its volume of water to 
reduce viscosity. The orifice of the jet is about 5 mm below the surface. A constant 
air pressure of 00 to 200 cm. of water is supplied by means of two Winchester 
flasks. Normally the bubbles are remarkably uniform in size. Occasionally they 
issue in an irregular manner, but this can be corrected by a change of jet or of pres- 
sure. Unwanted bubbles can easily be destroyed by playmg a small flame over the 
surface. Figure 1 shows the apparatus. We have found it of advantage to blacken 
the bottom of the vessel, because details of structure, such as gram boundaries and 
dislocations, then show up more clearly 

Figure 2, plate 8, shows a portion of a ' raft* or two-dimensional ciystal of bubbles. 
Its regularity can be judged by looking at the figure m a glancing direction. The 
size of the bubbles varies with the aperture, but does not appear to vary to any 
marked degree with the pressure or the depth of the orifice beneath the surface. 


476 


Sir Lawrence Bragg and J. F. Nye 

The main effect of increasing the pressure is to increase the rate of issue of the 
bubbles. As an examplop a thiok-walled jet of 49/e bore with a pressure of 100 cm. 
produced bubbles of 1-2 mm in diameter. A thin-walled jet of 27/e diameter and 
a pressure of ISOom produced bubbles of 0-6mm diameter. It is convenient to 
refer to bubbles of 2-0 to 1-0 mm. diameter as 'large' bubbles, those from 0-6 to 
0-0 mm. diameter as 'medium' bubbles, and those from 0-3 to 0-1 mm. diameter 
as 'small’ bubbles, since their behaviour varies with their size. 



Figuke 3. Apparatus for producing bubbles of small Euze. 


With this apparatus we have not found it possible to reduce the size of the jet 
and so produce bubbles of smaller diameter than 0-6mm. As it was desired to experi- 
ment with very small bubbles, we had recourse to placing the soap solution in a 
rotatmg vessel and introducing a fine jet as nearly as possible parallel to a stream 
line. The bubbles are swept away as they form, and under steady conditions are 
reasonably uniform. They issue at a rate of one thousand or more per second, giving 
a high-pitched note. The soap solution mounts up in a steep wall around the peri- 
meter of the vessel while it is rotating, but carries back most of the bubbles with it 
when rotation ceases. With this device, illustrated in figure 3, bubbles down to 
0-12 mm. in diameter can be obtained. As an example, an orifice 38/^ across in a 
thm-walled jet, with a pressure of 190 cm of water, and a speed of the fluid of 
180cm /sec past the orifice, produced bubbles of 0 14mm diameter. In this case 
a dish of diameter 0-5 cm. and speed of 6 rev /sec was used. Figure 4, plate 8, is an 
enlarged picture of these ‘small’ bubbles and shows their degree of regularity, the 
pattern is not as perfect with a rotating as with a stationary vessel, the rows bemg 
seen to be slightly irregular when viewed in a glancing direction. 

These two-dimensional crystals show structures which have been supposed to 
exist in metals, and simulate effects which have been observed, such as grain 
boundaries, dislocations and other types of fault, shp, reorystallization, annealing, 
and strains due to 'foreign' atoms. 
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3 Grain boundaries 

Figures 5a, 66 and 6c, plates 9 and 10, show typical grain boundaries for bubbles 
of 1-87, 0-76 and 0-30 mm. diameter respectively. The width of the disturbed area 
at the boundary, where the bubbles have an irregular distribution, is in general 
greater the smaller the bubbles. In figure 6a, which shows portions of several 
adjacent grains, bubbles at a boundary between two grains adhere defimtely to one 
crystalline arrangement or the other. In figure 6c there is a marked 'Beilby layer’ 
between the two grains. The small bubbles, as will be seen, have a greater rigidity 
than the large ones, and this appears to give rise to more irregularity at the interface. 

Separate grains show up distinctly when photographs of polyorystalline rafts 
such as figures 6a to 5c, plates 0 and 10, and figures 12a to 12e, plates 14 to 16, 
are viewed obhquely . With suitable hghting, the floating raft of bubbles itself when 
viewed obliquely resembles a polished and etched metal in a remarkable way. 

It often happens that some 'impurity atoms’, or bubbles which are markedly 
larger or smaller than the average, are found in a polycrystalline raft, and when this 
IB so a large proportion of them are situated at the grain boundaries It would be 
incorrect to say that the irregular bubbles make their way to the boundaries, it is 
a defect of the model that no diffusion of bubbles through the structure can take 
place, piutual adjustments of neighbours alone being possible. It appears that the 
boundaries tend to readjust themselves by the growth of one crystal at the expense 
of another till they pass through the irregular atoms. 

4. Dislocations 

When a smgle crystal or polycrystalline raft is compressed, extended, or other-t 
wise deformed it exhibits a behaviour very similar to that which has been pictured 
for metals subjected to strain. Up to a certain limit the model is within its elastic 
range. Beyond that pomt it yields by slip along one of the three equally inclined 
directions of closely packed rows. Shp takes place by the bubbles in one row moving 
forward over those in the next row by an amount equal to the distance between 
neighbours It is very interesting to watch this process takmg place. The 
movement is not simultaneous along the whole row but begins at one end with 
the appearance of a ‘dislocation’, where there is locally one more bubble in the 
rows on one side of the slip line as compared with those on the other. This dis- 
location then runs along the slip line from one side of the crystal to the other, the 
final result being a slip by one ‘inter-atomic’ distance Such a process has been 
invoked by Orowan, by Folanyi and by Taylor to explain the small forces required 
to produce plastic gliding in metal structures. The theory put forward by Taylor 
(1934) to explain the mechanism of plastic deformation of crystals considers the 
mutual action and equilibrium of such dislocations. The bubbles afford a very 
striking picture of what has been supposed to take place in the metal. Sometimes 
the dislocations run along quite slowly, taking a matter of seconds to cross a crystal; 
stationary dislocations also are to be seen in crystals which are not homogeneously 



478 Sir Lawrence Bragg and J. F. Nye 

strained. They appear as short blaok lines, and can be seen in the senes of photo- 
graphs, figures 12a to 12e, plates 14 to 16. When a polyorystalline raft is oompressed, 
these dark lines are seen to be dashing about in all direotions across the crystals 

Figures 0a, 66 and 6c, plates 10 and 11, show examples of dislocations. In 
figure 6a, where the diameter of the bubbles is 1-9 mm , the dislocation is very 
local, extending over about six bubbles. In figure 6b (diameter 0-76 mm.) it extends 
over twelve bubbles, and in figure 0c (diameter 0-30 mm ) its influence can be 
traced for a length of about fifty bubbles. The greater rigidity of the small bubbles 
leads to longer dislocations. The study of any mass of bubbles shows, however, 
that there is not a standard length of dislocation for each size. The length depends 
upon the nature of the strain m the crystal. A boundary between two crystals with 
corresponding axes at approximately 30° (the maximum angle which can occur) 
may be regarded as a series of dislocations in alternate rows, and in this case the 
dislocations are very short. As the angle between the neighbouring crystals decreases, 
the dislocations occur at wider intervals and at the same time become longer, till 
one finally has single dislocations m a large body of perfect structure as shown in 
figures 6a, 66 and 6c. 

Figure 7, plate 11, shows three parallel dislocations If we call them positive and 
negative (following Taylor) they are positive, negative, positive, reading from left 
to nght. The stnp between the last two has three bubbles in excess, as can be seen 
by looking along the rows in a horizontal direction. Figure 8, plate 12, shows a 
dislocation projecting from a grain boundary, an effect often observed. 

Figure 9, plate 12, shows a place where two bubbles take the place of one. This 
may be regarded as a limiting case of positive and negative dislocations on neigh- 
bouring rows, with the compressive sides of Ihe dislocations facing each other. The 
contrary case would lead to a hole m the structure, one bubble being missing at the 
point where the dislocations met. 


/ 6. Othbb types of fault 

Figure 10, plate 12, shows a narrow strip between two crystals of parallel orien- 
tation, the strip being crossed by a number of fault lines where the bubbles are not 
in close packing It is in such places as these that recrystallization may be expected 
The boundaries approach and the strip is absorbed into a wider area of perfect 
crystal 

Figures 1 1 a to 1 1 g, plates 1 3 and 1 4 are examples of arrangements which frequently 
appear in places where there is a local deficiency of bubbles. While a dislocation is 
seen as a dark stnpe in a general view, these structures show up in the shape of the 
letter V or as triangles. A typical V structure is seen m figure 11a. When the model is 
being distorted, a V structure is formed by two dislocations meeting at an inclination 
of 60°; it is destroyed by the dislocations contmumg along their paths. Figure 116 
shows a small triangle, which also embodies a dislocation, for it will be noticed that 
the rows below the fault have one more bubble than those below. If a mild amount 
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of ‘thermal movement’ is Imposed by gentle agitation of one side of the crystal, 
such faulty places disappear and a perfect structure is formed. 

Here and there in the crystals there is a blank space where a bubble is missing, 
showing as a black dot in a general view. Examples occur in figure llg. Such a gap 
cannot be closed by a local readjustment, since filling the hole causes another to 
appear. Such holes both appear and disappear when the crystal is ‘cold- worked’. 

These structures in the model suggest that similar local faults may exist in an 
actual metal.* They may play a part in processes such as diffusion or the order- 
disorder change by reducing energy barriers in their neighbourhood, and act as 
nuclei for crystallization in an allotropic change 


6. Regrystaujzation and anneauno 

Figures 12a to 12e, plates 14 to 16, show the same raft of bubbles at successive 
times. A raft covering the surface of the solution was given a vigorous stirring with 
a glass rake, and then left to adjust itself. Figure 12a shows its aspect about 1 sec. 
after stirring has ceased. The raft is broken mto a number of small ‘crystallites’, 
these are in a high state of non -homogeneous strain as is shown by the numerous 
dislocations and other faults. The following photograph (figure 126) shows the 
same raft 32 sec later. The small grains have coalesced to form larger grains, and 
much of the strain has disappeared in the process. Recrystallization takes place 
right through the series, the last three photographs of which show the appearance 
of the raft 2, 14 and 26 min after the initial stirring. It is not possible to follow the 
rearrangement for much longer times, because the bubbles shrink after long standmg, 
apparently due to the diffusion of air through their walls, and they also become thin 
and tend to burst No agitation was given to the model dunng this process. An 
ever slower process of rearrangement goes on, the movement of the bubbles in one 
part of the raft setting up strains which activate a rearrangement in a neighbouring 
part, and that in its turn still another 

A number of mteresting points are to be seen in this senes. Note the three small 
grains at the points indicated by the co-ordinates AA, BB, CC. A persists, though 
changed in form, throughout the whole series. B is still present after 14 min., but 
has disappeared in 26 mm , leaving behind it four dislocations marking internal 
strain in the grain. Grain C shnnks and finally disappears in figure 12d, leaving a 
hole and a V which has disappeared in figure 12e At the same time the ill-defined 
boundary in figure 12d at DD has become a definite one in figure 12e Note also 
the straightening out of the gram boundary in the neighbourhood of EE in figures 
126 to 12e. Dislocations of various lengths can be seen, marking all stages between 
a slight warping of the structure and a definite boundary. Holes where bubbles 
are missing show up as black dots. Some of these holes are formed or filled up by 
movements of dislocations, but others represent places where a bubble has burst. 
Many examples of V’s and some of triangles can be seen Other interesting points 
will be apparent from a study of this series of photographs. 
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Figures 13a, 136 and 13c, plate 17, show a portion of a raft 1 see., 4 see, and 4 min. 
after the stirring process, and is interesting as showing two suooessive stages in the 
relaxation towards a more perfect arrangement. The changes show up well when one 
looks in a glancing direction across the page The arrangement is very broken in 
figure 13a In figure 136 the bubbles have grouped themselves in rows, but the 
curvature of these rows indicates a high degree of internal strain. In figure 13c this 
strain has been relieved by the formation of a new boundary at A^A, the rows on 
either side now being straight. It would appear that the energy of this strained 
crystal is greater than that of the intercrystalline boundary. We are indebted to 
Messrs Kodak for the photographs of figure 13, which were taken when the cine- 
matograph film referred to below was produced. 

7. Effect of impurity atom 

Figure 14, plate 18, shows the widespread effect of a bubble which is of the wrong 
size. If this figure is compared with the perfect rafts shown in figures 2 and 4, 
plate 8, it will be seen that three bubbles, one larger and two smaller than 
normal, disturb the regularity of the rows over the whole of the figure. As has been 
mentioned above, bubbles of the wrong size are generally found in the gram boun- 
daries, where holes of irregular size occur which can accommodate them. 

8. Mechanical properties of the two-dimensional model 

The mechanical properties of a two-dimensional perfect raft have been doscribe^i 
in the paper referred to above (Bragg 19426) The raft hes between two parallel 
springs dipping horizontally m the surface of the soap solution. The pitch of the 
springs is adjusted to fit the spacmg of the rows of bubbles, which then adhere firmly 
to them. One spring can be translated parallel to itself by a micrometer screw, and 
the other is supported by two thin vertical glass fibres. The shearing stress can be 
measured by noting the deflexion of the gloss fibres When subjected to a shearing 
stram, the raft obeys Hooke’s law of elasticity up to the point where the elastic 
limit is reached It then slips along some intermediate row by an amount equal to 
the width of one bubble The elastic shear and slip can be repeated several times The 
elastic limit is approximately reached when one side of the raft has been sheared 
by an amount equal to a bubble width past the other side. This feature supports 
the basic assumption made by one of us in the calculation of the elastic limit of a 
metal (Bragg 1942a), in which it is supposed that each crystallite in a cold-worked 
metal only 3ields when the strain in it has reached such a value that energy is 
released by the slip 

A calculation has been made by M. M Nicolson of the forces between the bubbles, 
and will be published shortly. It shows two interesting points. The curve for 
the variation of potential energy with distance between centres is very similar to 
those which have been plotted for atoms. It has a minimum for a dutanoe between 
centres slightly less than a free bubble diameter, and rises sharply for smaller dis- 
tances. Further, the rise is extremely sharp for bubbles of 0-1 mm. diameter but 
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A dynamical modd of a crystal stniclure 

muoh less so for bubbles of 1 mm. diameter, thus oonfiiming the impression given 
by the model that the small bubbles behave as if they were much more rigid than 
the large ones. 

9. Thbee-dimensional assemblages 

If the bubbles are allowed to accumulate in multiple layers on the surface, they 
form a mass of three-dimensional ‘crystalB’ with one of the arrangements of closest 
packing. Figure 16, plate 18, shows an oblique view of such a mass; its reseml^lanoe 
to a polished and etched metal surface is noticeable. In figure 16, plate 20, a similar 
mass is seen viewed normally Parts of the structure are definitely in cubic closest 
packing, the outer surface being the (111) face or (100) face Figure 17a, plate 19, 
shows a (111) face. The outlmes of the throe bubbles on which each upper bubble 
rests can be clearly seen, and the next layer of those bubbles is faintly visible in a 
position not beneath the uppermost layer, showing that the packing of the (111) 
planes has the well-known cubic succession Figure 17 b, plate 10, shows a (100) face 
with each bubble resting on four others The cubic axes are of course inclined at 
46° to the close-packed rows of the surface layer Figure 17 c, plate 19, shows a 
twin m the cubic structure across the face (111) The uppermost faces are (111) 
and (100), and they make a small angle with each other, though this is not apparent 
in the figure; it shows up in an oblique view Figure 17 d, plate 19, appears to show 
both the cubic and hexagonal succession of closely packed planes, but it is difficult 
to verify whether the left-hand side follows the true hexagonal close-packed struc- 
ture because it is not certam that the assemblage had a depth of more than two 
layers at this point. Many instances of twins, and of mtercrystalline boundaries, 
can be seen in figui*e 16, plate 20. 

Figure 18, plate 21, shows several dislocations in a three-dimensional structure 
subjected to a bending strain. 

10. Demonstration of the model 

With the co-operation of Messrs Kodak, a 16 mm cmematograph film has been 
made of the movements of the dislocations and gram boundaries when single crystal 
and polycrystalhne rafts are sheared, compressed, or extended. Moreover, if the 
soap solution is placed in a glass vessel with a flat bottom, the model lends itself to 
projection on a large scale by transmitted light Since a certain depth is required for 
producing the bubbles, and the solution is rather opaque, it is desirable to make the 
projection through a glass block resting on the bottom of the vessel and just sub- 
merged beneath the surface. 

In conclusion, we wish to express our thanks to Mr C E. Harrold, of King’s College, 
Cambridge, who made for us some of the pipettes which were used to produce the 
bubbles. 
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The accuracy of atomic co-ordinates derived from Fourier 
series in X-ray structure analysis. Ill 

By a. D Booth, Physics Department, Birkbeck College 
(Communicated by G. JV. Watson, FR 8 — Received 2 September 1940) 


Further work on the problems considered in the previous pajiers of this senes has resulted m 
a more satufactory treatment of flmte summation errors in the three-dimensional diatomic 
case The results are extended to the two- and one-dunensional senes, and the interestmg 
result emerges that flmte summation errors are of the same order of magmtude whatever the 
dimensions of summation 

Using the new results a more quantitative exammation of the effects of real thermal motion 
becomes possible It is shown that the relative accuracies of parameters in structures, the 
higher order reflexions from which are suppressed by thermal motion, follows a simple 
power law in the ooiresponding reciprocal spacings 

These considerations lead to an examination of tho artificial temperature factor method of 
securing convergence, and it is shown that this produces greater errors due to overlapping 
than those it is designed to eliminate A method of correctmg these distortions is suggested 
Finally, the treatment of tho effect of experimental errors is extended to two and one 
dimensions, and it is shown tliat the three-dimensional summation is least affected by 
experimental inaccuracy The errors for three-, two- and one -dimensional summation, in a 
particular case, are calculated to be in the ratio 1:9:10 


In previous papers (Booth 1945. 1946, 1947) author has considered the effects 
of experimental errors in the Fourier coefficients, and also of the termination of the 
series, upon the accuracy of atomic co-ordinates derived in the Fourier method of 
X-ray structure analysis. This paper contains an account of further investigations. 
An improved treatment of finite summation errors m the diatomic cose is given, 
and a simple relation for comparing the accuracy in structures whose atoms are in 
different states of thermal motion is derived. The results are applied to an examina- 
tion of the artificial temperature-factor method of securing convergence 
The work is completed by extending all the results to the oases of one- and two- 
dimensional summation (For §§ 1 to 1 1 see Booth 1947 ) 


] 2. Finite summation in the diatomic case 


It was shown, in § 8, that tho general Fourier summation con bo considered to be 
composed of as many independent parts as there were atoms in the unit cell, and this 
led, in § 8, to the idea that the finite summation error in the calculated position of 
a particular atom was the sum of those due to independent moomplete series based 
on all other atomic positions as origin. 

The terminated three-dimensional senes for the electron density in the vicinity 
of an atom at the ongin is (6-10) 




( «2 ] 
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this may be written approximately 

p 

where {a*,b*,c*) are the reciprocal axes (A/a, A/6, A/c), and the integration extends 
throughout a sphere in reciprocal space having radius p and containing the reciprocal 
points of all planes included in the summation (12 1) Observing that h = f/a*, 
k = ^/6*, I = g^/c* the integral (12 2) may be written 

D{x,y,z) = ^JJJexp^-^(£* + f»+7®)Jco8^(xf+yf+z^)«iS<ifrf5y 

P 

= iv|JJ exp^-^*(f* + f» + ^*)Jcos27r(xf + 

<r 

where the reciprocal region now has radius <r = pjX Next, let v be the perpendicular 
from (£, 17) on to the plane 

the integral may be transformed to 

D(8) = iV J 27rrexp j^ — ^ 


where 

whence 


a* = x* + y® + z^ r* = + + 


2)(a) = j* T sin ( 27 rflr) exp ^ “ r*Jdr 

= — “^expF — — <r®"j8in(2ff«r) + — ™ f expl" — — f*"! cos (27rtfr)cir. (12-4) 
7 r“a LPd ^Jo LpJ 


dl) Npi 1 . 2<t 

= I — =Bin ( 27 ra<r) — cos 

da 7T \7ra* a 


2 <t _ \ r TT* ,1 

^ coB( 27 rao’)j expj^— 

— 4 pJSr J rexp ^ sin ( 27 rar) dr 


= ^^^^^ 3 in( 27 racr) — ^cos( 27 rao')jexp^ — ^ <r*J — 27Mi^(a) (12-6) 


If dDjda is to be a maximum d^Djda^ = 0, i.e. 

Ni 2 K /o \ ' 47r(r* \ 

— I — sin (27rao’) + cos (27racr) + — ^ — sin (2na<r)\ 


:exp[-^o-»]-22)-2j^= 0. (12-6) 


Whence, aubstituting for D in (12 S), it is seen that at its maxima 


/0D\ ^ ^ 


Np (3 — 4jr*s*o'*) Bin (27rw) — Attw cob ( 27rs<r) 


1-2JM* 


■[-H 
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Now, ainoe these are the values at maxima, it follows that, at oU points, 

dP ^ Np + I2n*a^+ 9) V 

da ''ttV 1 — 2p«* ®*Pj^ p J* 

or, since normally natr^ 1, 

0D . 4Np<r' r 71* ,"1 

J 

In the case of two-dimonsional summation the integral (12 2) becomes 

P 

and making similar transformations to the above 

where a* = a:* + y*, r® = £• + 

This reduces to 

D{a) = — exp^-^o-*J J[,(27r«r)j — NpaJ Ji(2w«r)exp^— ^r*Jdr, 

and, proceeding exactly as before, 

(yi(2ga(r) — 7rjtrJ(,(27ra(r)) 


(12-7) 


(12-8) 


t 


or approximately J' 


(12-9) 


The one-dimensional synthesis can be treated similarly, and the three results 
are here collected for reference 


/HI j „ ia* r 7t* ,"| 

Three dxmenaiona. J' 

n, „ 2aM r .'1 

Twodvrnenawna- ^exp|^-y<r«J. 

31) 4»<r r 7t* "I 


One dimension - 


t Using the Hankel integral (Watson 1944) 

rii/t+v)^ 


( 12 - 10 ) 

( 12 - 11 ) 

( 12 - 12 ) 


P ■ 

ib IS seen that when <r-^ao, , the two-dimeiuional diatnbutiOD. 

7T 
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where, in all oases, <r » p/A. It follows from a slight extension of part I, § 4, that the 
density 'projection’ is given by 


where n is the number of dimensions of summation. If a distribution of this form is 
distant (b) from the origin of the summations oonsidored above, the resultmg 
density is 


!)(«) + 


/)(«) + 


The maximum of will be slightly displaced from b, by a small quantity, 8^ say, 


neglecting second order terms, whence 



(12-13) 


the appropriate expression for the differential coefficient being selected from (12-10) 
to (1212). 

Assuming the numerical values: 

p = 4-689, S=1-4A, = A = 1-639 A, 

the values of 8^ for different values of p have been calculated and are given in table 1 . 


TaBLH 1 TaBLB of 8 ^y THB absolute; EaBOR IN 
TERMINATED ' 71 ’-DIMENSIONAL SUMMATION 


p ( = 2 am d) 

^.(A) 

8, (A) 

3i(A) 

1-2 

0010 , 

OOOB, 

0 028. 

1-4 

0 009. 

0-006. 

0 021. 

1 A 

0 007o 

0 004. 

0-014. 

1 8 

0-004. 

0 003, 

0008. 

2-0 

0 003o 

0001 . 

0 004. 

2 2 

0 -001, 

O-OOl. 

0 002, 


It 18 seen that the error due to finite termination is of the same order whatever the 
dimensions of the summation, and also that the more refined treatment given above 
leads to estimates of error which are in all cases less than those derived by means of 
the simple considerations of part II, § 8, which are thus justified. 

The ^bove method of treatment can of course be extended to the case where the 

[ TT* /h* k* 

— — + is any spherically 

S 3 mimetrio function; the results would, however, be the same m the numerical 
examples examined. 
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The Fourier integral gives the error as independent of the size of the unit cell. 
This IB, of course, only approximately true, especially in the case of very small cells 
where the assumption of uniform filling of the reciprocal space implied in (12 2) is 
not justified. In this case the naive treatment of part II, § 8, would probably give 
results more in accord with the truth 


13 Effect of thermal motion in different structure determinations 


It was shown, in (6-12), that the scattering factor,/, of an atom could be repre- 
sented by 


/ = JV'exp 


[-?(i 


(13 1 ) 


and since the limit of observable | F \ values, in similar structures containing the 
same number of atoms, is directly proportional to /, it follows that if in the two 
structures the observable reflexions extend to reciprocal spacings and p, respec- 
tively, then _ * / V a-, j / \ rn 

or, if the structures contain the same type of atom, 


Pi 


P\ 


Pi 


(13 2 ) 


Now the errors, in each cose, are given by (12’10) to ( 12 - 13 ), whence, making various 
obvious approximations and using ( 13 - 2 ), it follows that 


iK [pil 


( 13 - 3 ) 


where n is the number of dimensions of summation. If the structures contain widely 
differing numbers of atoms the above simple treatment is not valid and it would 
be necessary to work with the values of | F | instead of / This, unfortunately, 
renders the direct companson given above impossible, and up to the present no 
reasonable method of simplification has been found 


14 Improvement of co-ordinates 

The computation of correcting syntheses as described in part II, § 10, is necessarily 
a labonous operation, and the author was led to examine the ‘artificial temperature 
factor’ (suggested by Bragg ft West (1930) and van Reijen (1942) os an aid to re- 
moving spurious detail in the interatomic regions of a synthesis) as a means of 
reducing finite summation errors The introduction of this factor is made by multi- 
plying each term of a synthesis by the appropriate value of exp — a(/C7/A)*, where a 
IS a constant The result is to make all high-order terms very small and so improve 
the convergence of the series The effect must not be confused with that considered 
in § 12, since, in the present case, the high-order terms are observed and are included 
on a very small scale m the synthesis. 



Accuracy of atomic co-ordinates in X-ray structure analysis. Ill 487 

A ayntheaiB, modified by the introduction of a factor of the type mentioned, will 
be characterized by the aame atomic positions but different atomic shapes, the 
scattering factor of an atom in the new distribution being 

/* =/exp[^-i 

or, substituting from (13-1) for /, 

r /I flr\ //)\n 

(141) 




The density distribution corresponding to this scattering factor can be obtained, 
either by Fourier inversion, or, more simply, by comparison with (4*2) and (6*12), 
and is 

/ \ w I nrk^ww^ I 

(14 2) 


\7r"+pa/ ^ +1^“ J 


Now it is evident from (12 10) to (12-13), that by making ol large enough the finite 
summation error can be made as small as desired, but at the same time the spreading 
of the density distribution, implied in (14 2), will cause mutual distortion of the 
atomic peaks in the manner treated in part IT, §7. Using (14-2) with (7 4), the 
deviation produced in each of a pair of adjacent atomic peaks is 

pTT® 






(14 3) 


The interenting function is the aum of tlic two errora A+S Modif 3 ring (12-10) in 
the light of ( 1 4 ] ), j becomes (in the three-dimensional case) 




where 


P* = - 

7r* + pa 


(14 4) 


The values of these functions are given in table 2 for various values of a, it is 
assumed that p = 1 H, as is usual with Cu radiation, *S = 1 4 A, and = N.^ 


Table 2 Showino variation of total co-ordinate 

ERROR WITH APPLIED TEMPERATURE FACTOR 


tem|>eraturo 

= error due to 

d = error due to 


foc'tor 

finibe summation 

overlapping 



(A) 

(A) 

(A) 

0-0 

0-0048 

0-000 1 

0*0049 

0 5 

0 0045 

o-ooos 

0-0053 

1 0 

0 0033 

0 002S 

0-0061 

1 5 

0 0025 

0 0006 

0 0091 

20 

0*0018 

0 0128 

0 0140 

3 0 

0 0008 

0-0310 

00323 


It follows that as a single means of increasing accuracy the artificial temperature- 
factor method is untenable Its possible use in this field would be, however, to 
eliminate the finite summation error almost entirely by takmg a > 3 0 say, and then 
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to oorreot the resulting atomic positions for mutual interference by means of (14*3). 
Possible advantages of this method lie in the facts that atoms, situated symmetric- 
ally with respect to their neighbours, require no correction, and also, that the effect 
of the experimental errors, which are most pronounced in small high-order terms, 
is diminished. In addition, the effect of closest neighbours need alone be considered, 
since the more remote atoms will contribute insignificantly to the distribution. 


16. Experimental errors in one- and two-dimensional syntheses 


In the case of a one-dimensional or line syntl^esis the distribution function is 


having the Founer expansion 


1 

i|jJ’lco8(27rA?-a). 


(16-1) 


(16-2) 


Proceeding in the same manner as in part I, § 6, the error in co-ordinates, due to 
experimental errors in the | | , la found to be given by 


or, if H IB the highest observed order of reflexion, 

1 




1 order of reflexion. 


(16-3) 


Assuming to be fairly large and observing that H = 2a/A, this becomes 




And taking, as in part I, 

^ = 6, a = 6160A, A = I 639 A, p = 4-689, Jc = 0-6, 
(16-4) gives ej^<0-027A, 

or ten times the error produced in three-dimensional B 3 mtheBiB. 

In the two-dimensional case the distribution function is 


and the error is given by 


(15 4) 


1 /7r\*/+"+^ \* 


(16 5) 


(16-6) 


the aeries can be summed approximately as an integral, and the error turns out to be 


'Njab\p\) ‘ 


(16-7) 


For the special case given above, with the addition ofb = 12-312 A, the numerical 

e.<0-008A, 

again larger than the error for three-dimensional summation. 
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These results form the raison d'etre of three-dimensional syntheses, whose merit 
is seen to be the reduction of experimental errors. The three forms are collected 
together for reference below: 


One-dimensumtil synthesis. 
Tivo-dtmensional synthesis. 




= e. 


3-54 ( Try 

\Ap/ 


2-31 

■ N^yla \Ap 


Ae 


Three-dimensional synthesis: 




= 


5-18 / Try 


Ae 


It is interesting to note that if the value p = 4 689 be taken these results take the 
form, for Cu radiation. 


c< 


0 66Zle 
N^v ’ 


( 16 - 81 , 


where v represents a, or F according to the dimensions of the synthesis. 


16 . Conclusion 

A more refined treatment of the question of deviations of maxima due to finite 
summation in Fourier synthesis leads to the result that errors due to this cause are 
of the same order whatever the dimensions of the summation, assuming, of course, 
that the resolution is the same in each case The superiority of the three-dimensional 
methods is revealed in an examination of the co-ordinate deviations produced by 
experimental errors in the | F \ values, where examination of a numerical example 
shows the one -dimensional B3aithesis to introduce errors ten times as groat as those 
in a corresponding three-dimensional synthesis. 

A critical discussion of the 'artificial temperature factor’ method of securing 
rapid convergence shows it to result in large errors due to mutual interference of 
electron density distributions and a method of correcting for this displacement is 
suggested. 

Quantitative examination of the problem of real thermal motion shows the 
errors to increase with increasing thermal vibration, in accordance with a simple 
power law 

The author expresses his gratitude to Professor G N Watson, F.R 8., for his 
continued interest and encouragement, and to Dr K' Lonsdale, F.B.S , for much 
appreciated cnticism. 
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The accuracy of atomic co-ordinates derived from 
Fourier series in X-ray structure analysis 

IV. The two-dimensional projection of oxalic acid 

By a. D Booth, Phyaica Dejariment, Birkbeck College 
{CommuMcated by J M Robertaon, F R.S — Received 30 October 1046) 


The mefchoclfl, developed m previous papers of this seneSp have been applied to an examina- 
tion of the errors in the atamic co-ordinates derived from the {h, 0. 1) projection of oxalic arid 
dihydrate. 

It is shown that the expenmental errors are of the order ± 0 01 A, and that the fliute sum- 
mation errors are slightly larger — in agreement with the theoretical predictions of the 
fonner papers 

Recent workp using more extensive experimental data, is discussed, and it is concluded that, 
owing to the introduction of an artificial temperature factor, the results are unlikely to bo of 
greater accuracy than the originals. 

The previous papers of this senes (Booth 1945, 1946, 19470,6) have been directed 
towards an examination of the general theory underlying the Founer senes used in 
X-ray ciystal structure analysis and, except where necessary to evaluate numerical 
constants, no specific reference has been made to actual structure determinations 
In this, and succeeding papers, the results of the theoretical treatment will be 
applied to the examination of jiarticular structure analyses. In view of the not 
inconsiderable labour required for the computations, the structures chosen for 
detailed examination are not only interesting from the point of view of the general 
theory of accuracy, but also from their importance in the theory of chemical bonding 
Of such structures, one of the first to receive detailed examination by X-ray 
methods was that of oxaho acid-dihydrate An approximate determination was 
made by Zachanaaen (1934), and this was followed by a complete two-dimensional 
Fourier refinement by Robertson & Woodward (1936) Interest immediately 
centred on the structure on account of the short bridges ah (figure 1) These remain, 
to the present time, the shortest known hydrogen bndgo between oxygen atoms 
(Robertson 1947) 

a b c 

H,0 0 0. HpO .0 

X X 

H,0 \ H,0 .0^ ^ 

e b a 

FlOITfLE 1 

A recent re-examination of the structure by Bnll, HermannA Peters (1939, 1942), 
using all two-dimensional data obtainable with molybdenum radiation, claimed 
extreme accuracy and disagreed in important details with the Robertson-Woodward 

[ 4®0 ] 
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results. It is unfortunate that the two-dimensional technique, when apphed to this 
compound, breaks down owing to the non-resolution of the (a) and (c) projections 
and , despite elaborate corrections by Brill et al , it cannot be said that the structure 
is unequivocally established as a result of their work. Although none of the methods 
developed in the present papers is apphcable to the case of non-resolved projections 
it seemed desirable to apply the techniques to the projection on (b), as excellent 
resolution is obtained and interest attaches to the considerable disagreement 
between the co-ordinates of the carbon atom, as deduced by Robertson &; Woodward, 
and given by Brill et al. 


EXPEHIMENTAn ERRORS 


Just as a comparison between the Robertson and the Jeffrey observed structure 
factors for dibenzyl showed a normal distribution of errors (Booth 1947a), and 
enabled the probable error m atomic co-ordinates to be calculated from the equation 




0 6QJe 

- 


(1) 


where £ = probable error in co-ordinate, in A, Ae = probable error in experimental 
value of F{h,k,l), N = atomic number of particular atom, v = 'volume’ of rejieat 
unit, so, in the case of oxalic acid, a comparison between the data obtained by 
Robertson & Woodward, and by Brill et al , enables the experimental error in the 
F(hjk,l) values to be estimated. In figure 2 is shown the distribution of errors 
obtained from this comparison By the usual methods the most probable error is 
found from this curve to be 

Ae = ±0-82. (2) 



This 18 in satisfactory accord with the value ±O'0 obtained m the dibonzyl com- 
parison. The generalized volume, 'v \ is simply the area of the projection repeat, 
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in the case of oxalio acid 70-5 A*. Thus, for the carbon atoms, where = 0, sub- 
stitution in equation (1) gives 

' c^+OOlO^A, 

and for the oxygen atoms, where N ^ 8, 

±0-00HA. 

These values are of precisely that order of magnitude which would be expected 
after the previous work on dibenzyl. 


Errors due to finite summation 

In order to apply the correction technique suggested in part II of this paper 
(Booth 1 947a), it was necessary to have a method of computation of greater accuracy 
than those in current use. This led to the development of the differential synthesis, 
which makes possible the use of three- or four-figure mathematical tables, and 
reduces errors of computation to r ± 0 001 A (Booth 1946) In the case of oxalic 
acid it was not deemed advisable to assume that the electron density projections, 
on the (5) plane, were possessed of circular symmetry, so that all coefficients in the 
difference equations (vide infra) were calculated 

The electron density projection, for oxalio acid, is given by 

p(x,z)=-j S £ F{h,0,l)coH2nlh~-\-l^, (3) 

A -a -a \ O C/ 

h I 


where p(x, z) is the electron density per square A, A is the area of the repeat unit, 
and F{h, 0, {) is the structure factor If the point (x, z) comcides with a maximum 
of electron density (a-g, Zg) it follows that 



(4) 


These relations, in conjunction with equation (3), give 

S L - 277^|^(A, 0,Z)8in27r^A^-hi^j-|--F(A, 0,?)Bin27r^A^ — = 0, (6) 

^ S" - j 0. 1 ) Bin + *7) “ 0- ^"(^5 “ *?)) = (®) 

Now, if the true co-ordinates differ from (xg,Zg) by small quantities Sx and dz, 
substitution in (6) and (0), and rejection of second and higher powers of small 
quantities, loads to the equations 


+ -hAjk = 0, (7) 


( 8 ) 
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where Aj^ = and 

Au, = 2n*£*:£ 0, 1) cos 27r^A?? + * 5) “*?))" ®’ 

A^=~2n'£ ^«jf(A,0,i)coB27r(A^ + i^j-Jf’(A,0j)coB27r^A^-i^jj - 0, (10) 

^ S Ajj’(A.0,i)Bin2jr|A^ + l jj + ^’(A,0j)flin2jr|A^-Z^jj = 0, (11) 

-4, = ? S* 0, 0 sm 2 w(a^ + 1~^ - F(h, 0, 1) sin 2ir^A?? - j = 0. (12) 

In the present case, the co-ordinates of Robertson &, Woodward were taken as 
the first approximation, and, using the structure factors calculated from these co- 
ordinates, a set of differential syntheses was calculated for each atom. The method 
of computation which was found most convement was to draw up tables of 

Hin27r|A^±iyj and co8 27r^A^±i^j , 

using a Marchant multiplying machine, and then to multiply by the values of 
F(h,0,l) The coefficients etc., were then easily obtamed Table 1 gives the 
values of the various coefficients From these values the errors in co-ordinates, 
due to finite summation, can be calculated via equations (7) and (8) The corrections 
to the co-ordinates are obtained by reversing the signs of these errors, they are 


given in table 2 


Table 1 



atom 

difcfc 

i4|i 

A]k 

Ag 

C 

-1-2117 9 

- 804-4 -1- 8,606 2 

-32 8 

+ 46-8 

o. 

+ 2884 5 

-10141 -1-11,801-7 

-1-13 2 

+ 000 

o. 

-1-31333 

- 1680-7 H-IO, 360-1 

-1-40-2 

+ 20 

H,0 

H- 2715-2 

-1603-4 10,012 0 

-00-8 

-23-4 



Table 2 




atom 

dx/a 

Szjc 



C 

-0-0022 

-1-0 0007 



O, 

-1- 0-0012 

-1-0-0014 

' 


O, 

-h 0-0022 

-1-0-0003 



H,0 

-0-0041 

-0-0000 



In order to guard against computing errors a set of second-order refinements 
usmg the corrected co-ordinates was calculated. It was not necessary to recalculate 
^hhf ^ju B>nd Aa, since these are relatively insensitive to changes m the co-ordinates. 
The important factors are A^ and A^, and the values obtained by usmg the corrected 
co-ordinates are given in table 3. 
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Table 3 



atom 

Sxja 

Szle 


C 

+ 0-0000 

-0 0001 


Oi 

+ 00002 

-0-0000 


O. 

+ 0 0000 

-0 0000 


M,0 

+ 0-0002 

+ 0 0004 

These figures 

indicate the correctness of the 

original values and establish the 

validity of the differential method 

It is seen that the second-order corrections are 

roughly one-tenth as large as those of the first order. Table 4 gives the corrected 
atomic co-ordinates together with those found by Brill et al 



Tablis 4 



K and W corr. 

B , K anil P obs. 

atom 

xja 

zlc 

xja z/c 

C 

-0 0380 

+ 0 0514 

-0 0466 +0 0611 


+ 0 0872 

+ 01492 

+ 0 0828 +0 1478 

O, 

- 0-2258 

+ 0-0353 

-0 21B2 +0 0302 

H,0 

-0 4550 

+ 0 1784 

-0 4849 +0 1780 


It IS seen that there are still considerable differences between the two sets, 
although the method of correction gives results which are usually of the same sign 
as those observed by Brill ei al 

The greatest discrepancy is in the x co-ordinate of C, it was thus of interest to 
examine the method by which the result of Brill et al was obtained Despite the 
fact that the senes converged to the limit of the observable F(h, k, 1) values these 
authors applied the artificial temperature-factor technique to reduce possible finite 
summation errors This, as was demonstrated in part III of this senes, introduces 
large errors due to overlapping of the density distnbutions , realizing this, corrections 
were made by Bnll et al. for this error To investigate the effectiveness of these 
corrections the same process was applied to the present calculations. 

A temperature factor iKBin »)■ ^ j 3 j 

was apphed to the values of F(h, 0, 1), and a differential synthesis computed for 
the atom C The coefficients obtained were 

212-4, A;, = +28-3, 

= - 219'5, A[ = -87-7, 

A^ =+1094 3, 

These lead to distortions 

Sx/a = - 0-0103, Szjc = +0-0107, 

which are of approximately ten times the magnitude of the original finite sum- 
mation errors given in table 2 Applying corrections for the overlapping distortion 
reduces these values to 


dxja = —0-0003, &/c = +0-0008, 
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but even so the method does not appear to be as satisfactory as the technique used 
in this paper It was not considered worth applying the procedure to the other 
atoms in the structure. 

A possible cnticism of the method of ad hoc synthesis using calculated values of 
F{h, 0, Z), IS that the differences between observed and calculated F values produce 
exactly the same variation in co-ordinates as those obtained in the correction process 
In order to justify the procedure it is necessary to show that the difference between 
^caic ^odb produces approximately the same background undulation what- 
ever the maximum value of sin 0 at the limit of summation. To test this, a series 
of computations was made using data extending to various Bragg angles. It is 
clear from equations (6), (6), (11) and (12), that 


A.ac 


dp 


A 


so that a calculation of these quantities gives a measure of the background 
fluctuation 

The atom C was again chosen for the test, and the resulting coefficients are given 
m table 6. It is seen that, whilst there is considerable fluctuation in the finite sum- 
mation differential, the slope of the background given by the (/Jjaic ) set, 

IS approximately constant. 


Tabt.k 6 


using (i^’calc ) (^calc “ oba ) 


2 Bin d 

Aft 

Ai 

Aft 

A* 

1 8 

-32-8 

+ 46 8 

-46 8 

-80 8 

1 e 

- 0-8 

+ 90 0 

-43 8 

-03 0 

1 4 

-30 2 

+ 16 8 

-65 0 

-58 0 

1 2 

+ 10 R 

+ 60-8 

-67 0 

-40 8 

1 0 

- 17-7 

-96-7 

-44 2 

-36 4 


Whilst it cannot be claimed that the foregoing treatment constitutes definite 
proof of the validity of the correction technique, it indicates that the errors derived 
from it are at least of the right order of magnitude. 

The results obtained by Brill et al. for oxalic acid have been questioned on grounds 
of chenucal plausibility by Robertson (1947), who shows that the bond lengths 
deduced on the basis of the present calculations, arc more satisfactory than those 
of the former authors At the same time, the unsatisfactory resolution of the other 
projections makes any final decision impossible 

The usual entenon (Booth 1945) of the degree of excellence of a set of atomic 
parameters is the value of the expression 




( 14 ) 
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In the case of oxalic acid the values of this expression for the various determinations 


which have been made are 

* Zaohariasen 0-156 

Robertson & Woodward 0-124 

'BnRetal. 0-110 

Robertson & Woodward with corrections 0-113 
Robertson re-examination 0-102 


It is seen that the corrections denved above improve the value, and are nearly as 
effective in this direction as the Bnll et al. co-ordinates The last figure is derived 
from a structure proposed by Robertson (1947) which is particularly satisfactory 
on chemical grounds 

The value of (14) is not an unequivocal guide to the excellence of a set of para- 
meters as it depends, not only upon the correctness of the co-ordinates and the 
expenmental errors, but also on the departure of the electron distribution from 
spherical symmetry which, in a covalently linked system, may be considerable 
Thus the only manner in which the correctness of the various alternatives presented 
above can be established, is by performing a full three-dimensional analysis and 
using all information obtainable with molybdenum or shorter wave-length radiation, 
but avoiding the use of the artificial thermal factor 
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Local and extensive penetrating cosmic ray showers 

By D. Bboadbunt and L JJInossy* 

Tht PhyaiaU Laboraionea, The Univeratty, Manchealer 

{CommuntcaUd by P M. S BlaekeU, FR S. — Received 29 Novernber 1946) 


Penetrating cosmic ray showers are observed with an anticoincidence method which indicates 
whether or not each shower is associated with an extensive air sliower Those not BAsociatod 
with extensive showers (local penetrating showers) are found to shown transition effect which 
IS maas-proportional, while the others (extensive penetrating showers) show a transition effect 
which is strongly Z-dependent, and is very like the Rossi transition effect ol cascade showers 
It is concluded that these are two completely independent types of penetrating showers, the 
local showers being groups of mesons produced in absorbers near the apparatus by single 
fast primary niicleonSp and tho extensive penetratmg showers being largo cascade showers 
containing penetrating particles This separation is shown to accord well with previous 
observations 


1 Introduction 

In a number of investigations J&nossy and his co-workers have investigated the 
properties of penetratmg showers Some of the penetratmg showers were found to 
be associated with extensive air showers, and the present paper deals mainly with 
this connexion. A penetrating shower set P was used together with an anti- 
coincidence counter-tray E placed near P which mdicated whether or not any 
penetrating shower observed was associated iinth an extensive shower It is shown 
that the penetratmg showers are of two types (a) penetratmg showers not associated 
with extensive showers (local penetrating showers), and (6) penetratmg showers 
associated with extensive air showers (extensive penetrating showers). These two 
types show quite different properties and are probably completely independent of 
each other. The fact that the two tjrpes of showers give nee to roughly the same rates 
of coincidences fur the arrangements employed previously must be taken as acci- 
dental; this circumstance gave rise, however, to much confusion m the post. 

2. The experimental procedure 

The expenmental arrangement consisted of a penetrating shower set P very 
similar to that used on previous occasions and described fully by J&nossy (1942) 
and by J&nossy A Rochester (1944) The set P (figure 1) contains three trays of 
counters Each of the trays oontams eight counters and each tray covers an 

area of 1000 om *. The trays t, m and 6 are separated by 16 cm. of lead absorbers, 
and the trays m and b shielded at the sides by about 50 cm of lead The top tray I is 
unshielded and is spht mto three groups Ig, I3, two of these containing three counters 

* Now at the Dublin Institute for Advanced Studies. 
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each and the third containing only two counters. The trays m and b are each spht 
into two groups of four counters, which may be denoted m,, 6,. Sevenfold 

coincidences (tj, 6], &i) are recorded, and such coincidences will be 

denoted shortly as coincidences (P). It has been shown previously that coincidences 
(P) are mainly caused by penetrating showers different from ordinary cascades 
or from knock-on showers. 

In the present experiments a large tray E containing twelve counters in parallel 
was placed near to the tray t. The tray E covered 2500 cm and the centres of the 
t and E trays were about 50 cm apart Both eightfold coincidences (P, E) and anti- 
coincidences (P-E) were recorded Anticoincidences (P-E) were the coincidences 
of P not accompanied by the discharge of any of the counters E. 


\ / 



An upper limit to the rate of accidental coincidences (P, E) was obtained by 
measuring twofold coincidences between E and the set This twofold rate was 
about 0-5 % of the single rate of and because of the high single rates of E and — 
about 10,000 and 1000 counts/min respectively — was due almost entirely to acci- 
dental coincidences The rate of accidental coincidences (P, E) amounted thus to 
not more than 0-5 % of the rate of coincidences (P). In view of the very low rate of 
the coincidences (P) this accidental rate could be neglected throughout the experi- 
ments, it corresponded to a resolving time for the coincidence circuit of the order 
of 10“®sec 

The twelve counters E were used with a Neher-Harper circuit, and to reduce 
inefficiency the counters were split mto four groups, each group having a separate 
quenching valve The rate of spurious anticoincidences due to inefficiency was 
estimated to be about 1 % of the rate of genuine anticoincidences This did not 
affect appreciably the rates of anticoincidences {P-E), and no correction for it was 
found to be necessary. 



Local and extensive penetrating cosmic ray showers 

3. The experimental results 
3-1. A7Uico%7ic%dence records 
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Anticoinoidenoes (P-E) were recorded with various absorbers T close above the 
counters t The absorbers covered an area of 46 x 46 cm.*, and readings were taken 
with lead and with paraffin absorbers. Two thicknesses of paraffin, 14 and 28 cm. 
were used, corresponding on a mass basis to the 1 and 2 cm thicknesses of lead. To 
make a strict comparison between the lead and paraffin these lead absorbers were 
made up of sheets about 3 mm. thick spaced to extend over the same depth as was 
occupied by the corresponding parafhn blocks. 
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Figure 2. Transition effect of local penetrating showers. 


For reasons of geometry it did not appear useful to increase the paraffin absorbers 
beyond 28 cm , for greater thicknesses lead absorbers only were used, and these 
thicker absorbers were made up of sobd blocks. 

The rates of anticoincidences (P-E) ore collected m table 1 and represented 
graphically in figure 2, the errors quoted being the standard deviations The total 
time of recordmg involved m the observations of table 1 was about 4000 hr. 

It is seen from table 1 that the rate of anticoincidenoea for T = 0 is very small, 
and that the rate increases quite considerably with increasing T The rate increases 
about threefold for both 22-6 g. /cm.* lead and paraffin. Saturation is only reached 
for large thicknesses The rate under 10 cm. of lead is about five times the zero rate 
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Table 1. Rates of anticoincidences {P-E) in coxjnts/houb 


thickneBB of absorber T 


Ratos (P-E) 


cm. Pb 


with absorbing matenal 


g /cm." 

equivalent 

Irad 

paraffin 

0 

0 

0-061 ±0-008 

0-06L± 0-008 

11-3 

1 

0 120 ±0-016 

0-117 ±0-013 

22 6 

2 

0 140 ±0 014 

0-148 ±0-010 

66-6 

6 

0 207 ± 0-027 

— 

113 

10 

0-276 ±0 030 

— 


The increase observed is statistically significant. Both fche increases observed 
for the ll'3g/cm.* absorbers amount to more than three times the standard 
deviations 

No difference between the rates observed under equivalent thicknesses of lead 
or paraffin is indicated. Therefore the results suggest that the transition effect is 
mass proportional 

Moreover, excluding statistical fluctuations exceeding three times the standard, 
it is found that the ratio of the effects in load and paraffin must be less than 

1 - 81 . 

Thus the cross-sections for the processes can be assumed to depend on as 

^ 1-0 ±0 a 

It appears likely that the effect is actually mass proportional This result is m 
good agreement with the observations of J&nossy Sc Rochester (1944), this point is 
discussed further below 

It IB noted that the relatively accurate measurement of the transition effect was 
only rendered possible by the use of an anticoincidence arrangement Because of 
the use of anticomcidences the zero rate was much reduced, and thus the effects 
produced by an absorber T could be measured acciurately. Without the use of 
anticomcidences the time required to measure accurately the transition effect in 
small thicknesses would have been prohibitively long 

The use of anticoincidences (P-E) instead of coincidences (P) has advantages 
much more important than the mere reduction of the background 

Anticomcidences are recorded whenever a shower falls on P which does not 
discharge the tray E Note, however, that the tray E is very much larger than the 
tray t Furthermore, at least three particles are needed to discharge the small tray ^ 
while one particle is sufficient to discharge the large tray E, Thus a shower of reason- 
ably uniform density will hardly discharge the trays without affecting the 

tray E It must be concluded therefore that the anticoinoidenoes (P-E) are almost 
exclusively due to showers which are not extensive. The term local penetratifig shofwers 
is introduced for the showers which discharge P but not E 

In the presence of an absorber 7* it is clear that the local penetrating showers are 
showers which are produced in the absorber T by primaries falling on T. 
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This process was discussed in detail previously, and it can be assumed safely that 
the local showers are groups of mesons produced by fast nuolcjons of range about 
100g,/om.*. 

The anticoincidences recorded with T = 0 need, however, special consideration. 
As the tray E is so very much more sensitive than the tray £ it is immediately clear 
that even in the absence of T the anticoincidences (P-E) must be due to local 
showers rather than extensive showers. The question arises as to the point of origin 
of these local showers. It appears very unhkely that the local penetrating showers 
in the absence of T could be produced in the air. Because of the low density of air 
and the long range of the primaries these showers are unlikely to be produced very 
near to the apparatus, and if they are produced several metres away, they will have 
only a slight chance of hitting the trays etc., in the right places But if some of the 
local showers contain sufficiently numerous particles to discharge P these showers 
will have a still larger chance of discharging the large tray E nearby. Therefore local 
showers coming from the air above will be more likely to produce coincidences (P, E) 
than anticoincidences (P—E) 

It was suggested by Dr J 6. Wilson that the anticomcidences (P-E) with T = 0 
might be due to local penetrating showers produced in the lead below the tray t, the 
tray t bemg discharged by particles emitted upwards This suggestion is much 
supported by the fact that photographs of penetrating showers quite frequently 
show particles ejected in the backward direction 

It IS reasonable to conclude therefore that the anticoincidences (P~E) with T = 0 
are due to this process, since a similar transition for ordmary cascade showers is 
of course well known 

3-2. Oeometry of the transition effect 

Observations were carried out with an absorber R (roof) 1-6 m above the tray t. 
The absorber R covered an area of about 2x2 m.^, and it consisted of 8 cm of lead 
(figure 3) 



Fiqurb 3. The arrangement with roof of 8 cm. lead. 


32 a 
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On the basis of the process outlined above, the local penetrating showers are 
expected to be affected as follows. The thickness of is of the order of the mean range 
of the primary nucleons, and so only about one-half or one-third of the primaries 
are expected to penetrate i2 without suffering absorption The transition effect 
observed m the absorber T below the roof is expected to be diminished, then, by 
this same factor. Primary nucleons absorbed in the roof give rise, of course, to 
penetrating showers there, and these will contribute a large background to the 
transition effect unless they can be eliminated This can be done in two wajrs 

(1) because of the distance between the set P and the roof it is expected that some 
at least of the showers generated in R will be too diffuse on reaching P to be recorded, 

(2) even if some of the showers are dense enough to be recorded it is likely that these 
will also discharge the large tray E placed 60 cm. from P below the roof To indicate 
an extensive shower falling on the arrangement a tray of counters S of 1000 cm * 
m area was placed near R at the same level as R itself Anticoincidences (P-E-8) 
were recorded, these are coincidences (P) unaccompanied by discharges in either 
E or and from what has been said above it is expected that these will be largely 
due to showers generated in T by those primaries which pass through R without 
being absorbed. 

The rates of anticoincidences (P-E-S) for various thicknesses of T are collected 
in table 2 below. For the sake of comparison we give in the lost line of table 2 the 
rates given in table 1 for the anticoincidences without JB. 


Table 2. Anticoincidences (P-E-S) observed 

UNDER 12 = 8 CM Fb in COUNTS/HOUR 

absorber T 




28 cm. paraffin 

10 cm.Pb 

event 

0 

22-6 g./cm.* 

113 g /cm.* 

{P-E-S) with 12 

0 086 ±0 014 

0 123 ±0 010 

0 200 ± 0-023 

{P-E) without 12 

0 061 ± 0 006 

0-148 ±0 010 

0-276 ± 0030 


Note that the rate of anticoincidences with 12 = 8 cm Pb and T = 0 is consider- 
ably smaller than the rate to be expected for T = 8 cm Pbandl2 = 0 This difference 
demonstrates clearly the spreading out of the showers produced in the roof 15 m. 
above the apparatus 

The results of table 2 are expressed graphically in figure 4, the two curves being 
reduced to the same rate for T = 0 

The increase in anticoincidence rate from T = 0 to T = 10 cm. Pb is observed to 
be smaller for 12 = 8 cm. Pb than for 12 = 0, but the difference between the two 
amounts to only 2*7 times the standard deviation, and therefore it cannot be taken 
as completely significant Unfortunately, owing to technical difficulties, the series 
could not be sufficiently extended to establish this difference with certainty, and 
accordingly it is not possible, as was hoped, to give an accurate estimate of the 
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range of the pnmanes in terms of the thiokness of R and the decrease in transition 
effect observed below it The difference, however, if real, does correspond to a range 
of the order 100 g /cm.*. 



Fiouasi 4. TronHition effeot below roof of 8 cm. lead. 
Curve 1, with roof, curve II, without roof 


3 3. Transiiim effect of extensive peneiratiTig showers 

Coincidences {P, ^)fare caused by extensive penetrating showers. We measured 
the transition effects of the extensive penetrating showers by recording the rate of 
coincidences (P, i?) as a function of the thickness of the absorber T. 

The rates of coincidences thus obtained are collected in table 3, and shown 
graphically in figure 6. 


Table 3 Rates of coincidences {P, E) in counts/hour 


thioknoHS of absorlier T 

* 

om. Pb 


Rato (P, E) 

with abeorbing material 



equivalent 

lead 

paraflfln 

0 

0 

0 108 ±0-012 

0-108 ±0-012 

11-3 

1 

0-180 ±0-010 

0 104 ±0-012 

22-6 

2 

0 182 ±0 016 

0-102 ±0-000 

66-6 

6 

0-164 ±0 024 

— 

113 

10 

0 088 ±0 017 

— 
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It will be seen from table 3 that the rate of oomcidenoes inoreaseB with increasing 
lead absorber T up to a certain thickness The rate decreases again, and for 
T s 10 cm. Pb the rate is much the same as for T = 0. The transition effect is remin- 
iscent of the Rossi transition effect of cascade showers While the lead transition of 
the extensive showers is well established, no transition effect is observed when 
paraffin absorbers are used, the difference between the rates for lead and paraffin 
being statistically sigmficant. Thus the transition effect of the extensive showers 
appears strongly Z-dependent. 
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Fiqure 6 . Transition effect of extensive penetrating showers. 


The transition effect of the extensive air showers can be clearly understood m 
terms of electron cascades. Assuming that the penetrating extensive showers are 
mainly cascades the following effects would be expected The cascade falhng on a 
moderately thick lead absorber will increase m density owing to the production of 
secondary cascades in the lead. The shower, after havmg increased its density, will 
be m a more favourable position for setting off the tray t than it was before. Therefore 
more extensive showers will be recorded in the presence of the lead absorber T than 
without such an absorber. 

If the absorber T is too thick, say 10 cm. of Pb, then it will absorb the cascades 
rather than increase their density, and thus the rate of recorded ooincidenoes is 
expected to decline again for such thicknesses. 

The details of the transition effect will be discussed in a following paper, but we 
make these remarks here to clarify the fact that the transition effect declines again 
after its first rise. 

, For T « 0 showers are recorded which contain three electrons discharging t and 
also give nse in the absorbers about the apparatus to penetrating particles dis- 
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charging m and b For T = 2 cm. Pb each electron falling on it will give rise to a 
cascade, and this one electron will be sufficient to discharge t. Consequently the 
rate is larger with T = 2 cm. Pb than with T = 0 . For T = 10 cm. Pb the cascades 
formed in T will be absorbed and all trays m, and b have to be discharged by 
penetratmg particles. This causes a more stringent selection of showers than there 
was for T — 2 cm Pb and consequently the shower rate falls off again. 

In this discussion we leave open the question of the origin of the penetrating 
particles which set off the trays m and b 

Regarding the paraffin results, it may be noted that 28 cm of paraffin represent 
a small fraction of one cascade umt, and therefore no noticeable effect of the paraffin 
absorber on the density of the cascade is to be expected. Thus the experimental 
result that no transition takes place in paraffin can be understood immediately. 


4 Comparison with prkvioos observations 

(i) Note that the transition effect of penetrating showers as observed with 
coincidences (P) only represents the superposition of two effects, namely, the transition 
effect of local showers and that of the extensive showers. J&nossy & Rochester 
( 1944 ) noticed that the transition effect of lead is better represented by the super- 
position of two exponential functions, one corresponding to a mean free path of 1 cm. 
of Pb, the other to a mean free path of 4 6 cm. of Pb, than it is represented by the 
function of the latter component only. Our present results confirm fiilly this sug- 
gestion, the two components given in 1944 agreeing well with the effects due to 
extensive and local showers 

(ii) Further, the discrepancy between older measurements of the Z-dependence 
of the transition effect may possibly be cleared up at this stage. Observmg with 
coincidences the transition effect should show a certam Z-dependence, the magnitude 
of the effect being determined by the relative sensitivity of the recorder to local and 
extensive showers 

The strong Z-dependence found in the earlier work (J&nossy 1942 ) might have 
been due to the fact that the t tray of the arrangement used m the 1942 experiments 
was much less selective to local penetrating showers than the t tray of the arrange- 
ment used in the present experiments Therefore the earlier arrangement was 
relatively more sensitive to the extensive showers, and it is conceivable that the 
difference in results was due to this. 

These pomts are emphasized in figure 6 , which shows the transition effect obtained 
from the coincidences (P) only. Each curve is, of course, the sum of the corre- 
sponding curves of figures 2 and 5. The Z-dependence due to the admixture of 
extensive showers is very clearly shown. 

(lii) Moreover, if the curve of J&nossy & Rochester ( 1944 ) were to be corrected to 
eliminate the transition effect of extensive penetratmg showers, the resulting curve 
would suggest a mean range for the primanes rather higher than that actually 
obtamed and quoted above. This corrected range would tend to minimize the 
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difference which these authors (1943) found in the ranges of the ionizing and non- 
ionizing primaries (protons and neutrons) responsible for the local penetrating 
showers. This brings the results into better agreement with theory, which predicts 
equal ranges for both protons and neutrons. 

(iv) Note, too, that the experiments of the above authors (1943) upon the non- 
ionizing primanes will be affected because of the back-emission process suggested 
by Dr Wilson; some non-ionizing primaries will not be observed as such owing 
to the backwards radiation dischargmg the anticoincidence counters. Accordingly, 
the ratio of non-ionizing to iomzmg primaries may be much nearer unity than it 
appeared from previous work 
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Fioubb 6 Transition effect of coinoidences (P). 
Curve 1, lead, curve II, parafflii. 


6. CONOLUSIONS 

From the experimental data presented we conclude that the penetrating showers 
can be split into two independent groups. 

( 1 ) Lfocal penetrating showers which are produced in absorbers near the apparatus 
by single primaries. These showers are most likely due to fast nucleons giving rise 
to groups of mesons (and probably recoil nucleons). 

(2) Bxtensive air showers which are large cascades containing penetrating 
particles. 
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The main argument in favour of the two groups representing different types of 
showers is that the two types of showers show different transition effects The local 
penetrating showers are produced at a rate proportional to mass in different materials. 
The extensive showers, on the other hand, show a strong transition effect in lead 
but no observable effect in paraffin. 

Furthermore, as will be exammed in greater detail in a subsequent paper, the 
rate of oomoidences (P, E) is very little changed when the tray E is moved between 
distances of 9 and 0-5 m. This suggests that the extensive showers observed are all 
parts of very large showers and makes it unlikely that the purely local showers are 
due to the same process 

Finally, the local penetratmg showers contain only moderate numbers of particles, 
while the extensive showers are spread over large areas and contain great numbers 
of particles. Details of the investigation of the extensive penetrating showers will 
be found in a subsequent paper. 

The present investigation was started in collaboration with Dr G D Rochester, 
and we are greatly indebted to him for help and many discussions 
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Approximate atructurea are cleacnhed for the complexea of 4:4'-difutrodiphenyl with benai- 
dine, .A/.^‘.^'N'-tetramethylbenzidine, 4 :4'-dihydroxy diphenyl, 4 lododiphenyl and 4-broino- 
diphenyl, A compariBOn of the more important apectra, of the diffuae reflexiona due to thermal 
vibrationa, of the cell dimenaiona and of photographs taken about structurally equivalent 
directions, leads to the ooncluaion that these structures are all of the same general type, 
and are closely similar to the atnioture of the complex between 4 4'-dinitrodiphenyl and 
4-hydroxydiphenyl, described m detail in part I 

Introduction 

Several coinplexeB of 4 4'-dinitrodiphenyl with 4- and 4 - 4'-BubBtituted diphenyl 
compounds have been mvestigated and, although they vary conBiderably in com- 
position and in crystal symmetry, the general type of structure is undoubtedly the 
same for all of them. As it was not practicable to undertake Founer analyses for 
all these complexes the structure of only one of them, the complex between 4:4'- 
dinitrodiphenyl and 4-hydroxydiphenyl (A), described in part I (Saunder 1946), 
was determined in detail, and approximate structures were worked out for the 
complexes of 4 . 4'-dinitrodiphenyl with NN JV'jy^'-tetramethylbenzidine (B), 
benzidine (G), 4 : 4'-dihydroxydiphenyl (D), 4-iododiphenyl (E), and 4-bromo- 
diphenyl (F), which are described in the present paper, where, for brevity, these 
complexes will frequently be referred to by the letters in brackets Of particular 
interest are the complexes with 4-iodo- and 4-bromodiphenyl, for which effects 
apparently analogous to optical ghosts due to periodic errors in the structures have 
been observed, these effects are not discussed in detail m this paper but are dealt 
with in a later one (James & Saunder 1947) 

Comparative X-ray diffraction photographs have also been taken for several 
other complexes in this series, mentioned in a previous paper (Bapson, Saunder ft 
Stewart 1947). These photographs all show the same characteristics as corre- 
sponding photographs for the complexes described here. 

I 608 ] 
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A general idea of the type of structure to which all these complexes approximate 
may be given as follows The dimtrodiphenyl molecules pack in face-centred array 
as shown, for example, in figure 1 (d), and each molecule shown in the diagram 
represents several such molecules lying one above another, parallel to one another 
and separated by 3-7 A. In a continuous arrangement of this type long tubular 
cavities are left running through the structure, and the other component molecules 
of the complex, which are afterwards often referred to in this paper as the character- 
istic molecules, occupy these cavities and are seen end-on in the figure The ratio 
of the number of dimtrodiphenyl molecules to the number of charactcnstic molecules 
in the complex thus depends on the length of the charactenstic molecules, rather 
than on chemical considerations 

Crystaijx>orafhy 

The complexes were all prepared and analyzed in a similar manner, which is 
described elsewhere (Bapson et at 1947) Suitable crystals were grown by slowly 
cooling a solution of the complex in acetone containmg a slight excess of the more 
soluble component The crystallographic details are summarized in table 1 


Tablb 1 

complex 



(A) 

(B) 

(C) 

(D) 

(E) 

(F) 

ratio of dimtrodiphenyl to 
oharacteriatio component 

3:1 

4.1 

4 1 

3.1 

7.2 

7 2 

colour 

yellow 

dark red 

red 

orange- 

yellow 

pale yellow 

cream 

ayatem and moat promment 

monoclinio 

triclmio 

monoolmiu 

monoclinio 

monoclinio 

monoclmii 

faooa 

(100} {110} 
(001) 

(100) (010) 
(001) 

(100} (110) 
(001) (101) 

(100) (110) 

(100} (110) 

(100} (110 

cell anglea 

90' 

BO 127° 0' 
^=103° 30' 
ya 06° 46' 

/7=120° 28' 

/J=06° 

^=100“ 

II 

i 

0 

optic axial angle, 2F 

45° 

— 


20° 

34° 

37 ° 

and pnncipal re- a 

1-50 

— 


1 63 

1 62 

1 60 

fractive mdicea fi 

1 04 

— 

-- 

1 03 

1 66 

1 64 

7 

2 09 

— 

— 

1 DO 

2 13 

2-30 

cell dimenaiona in A a 

20 06 

30 2 

10 1 

20 0 

200 

20 0 

b 

0 46 

11 15 

14 6 

16 06 

00 

06 

c 

11 13 

115 

22 0 

11 3 

26 8 

c 25 8 

donaity in g /c o. 

1 43 

1 43 

1 44 

1 45 

1 56 

1 52 

oaloulated number of complex 
groupa m the unit cell 

1 00 

2 02 

4 05 

3 08 

3 04 

e. 2 07 


The directions of the principal refractive indices for the complexes (D), (E) 
and (F) in the unit cells are very similar to those for the complex (A), shown in 
figure 1 of part I, with the exception that a is parallel to and y perpendicular to c 
in each case. The monoclinio angles, were determined from Weissenberg photo- 
graphs taken with the crystals rotating about the symmetrical axes. 
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The oscillation photographs for the oomplexes (£) and (F) are abnormal, and a 
large number of the spots on these photographs are diffuse and elongated in the 
&-direotion instead of being sharply defined These diffuse spectra are possibly the 
result of periodic errors in the structure, of a nature discussed in detail in another 
paper (James & Saunder 1947) In oscillation photographs about the c-axis for 
these two complexes only the 0th, 7th and 14th layer-hnes consist of sharply defined 
spectra, all the other layer-hnes consist of diffuse spectra. The layer-lines are evenly 
spaced for the lodo-complex (E), but are not quite regularly spaced for the bromo- 
complex (F). Only an approximate value can therefore be assigned to the c-spacing 
for the complex (F), and there is, of course, no true unit cell for this compound. In 
this paper, however, this slight irregularity has been disregarded, and the diffuse 
spectra have been treated as normal spectra and indexed in the usual manner. 

For the complex (B) spectra of all types occur and the space-group may be Pi 
or PI For the complex (C) spectra hkl occur only with h + k even, and hOl occur 
only with both h and I even; the space-groups and are therefore possible, but 
it will be shown from packing considerations that is the more likely space-group 
For both the oomplexes (£) and (F) spectra hkl occur only with h-\-k even, hOl 
only with h even and OkO only with k even, the space-group may therefore be 
or l>ut it will be shown that is the more likely space-group All these 
crystals (C), (E) and (F) were so small that attempts to distinguish between the 
space-group possibilities by testing for the piezo-electric effect were unsatisfactory. 
With the complex (D), however, the space-group is fixed uniquely as since 
spectra hkl of all types occur, while hOl occur only with h even, and OkO only with 
k even. 

The structures 

A comparison of the unit-cell dimensions suggested that all the complexes 
described in this paper have structures very similar to that of the complex (A), 
which was described in part I. Assuming this similarity and taking into account the 
symmetry elements of the space-group it was found that the molecules could be 
packed into the unit cells so as to give reasonable structures These approximate 
structures were then tested by observation of the strength of the more important 
spectra and by observation of the diffuse reflexions due to thermal vibrations 
Further confirmation was then obtained by taking photographs for the various 
complexes about structurally equivalent directions, these photographs show very 
striking similarity 

In this paper the approximate structures will first be described and then com- 
pared with the structure of the complex (A). 

The complex with ietramethylbenzuline (B) 

The space-group may be either Pi or Pf, and the unit cell contains two of the 
complex groups [0,NCeH4CeH4N0g]4 [(CHa)BNCeH4C4H4N(CH8)|]. The approxi- 
mate structure described here neither specifically contains nor excludes a centre 
of symmetry; it need not be materially altered to fit either space-group. Figure 1 (a) 
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shows a projection of the unit cell along a on to the be plane. The tetramethylbenzi- 
dine molecules, seen end-on, are shown lying along a and there are two such mole- 
cules, one above the other, in the distance a. Since there is no halving of the unit cell 
there must, however, be some difference in orientation between successive tetra- 
methylbenzidine molecules in the a-direction. These successive molecules, there- 
fore, are probably inclined differently to the a-axis, they must, however, still he 
very nearly in the (Oil) plane in order to account for the very great strength of the 
spectrum Oil. 



Figure 1 (a) Projection of the structure of the complex (B) along a on to the be plane In 
the distance o there are two totromethylbenzidmo molecules, seen end -on. Each dinitro- 
diphenyl molecule represents eight molecules separated by |a, (h) Projection of the structure 
of the complex (C) along b on to the oc plane. The benzidine molecules are seen end-on. Each 
dinitrodiphenyl molecule represents four molecules separated by ^6 (c) Projection of the 

structure of the complex (D) along c on to the ob plane. The dihydroxydiphonyl molecules 
are seen end-on Each dinitrodiphenyl molecule represents tliree molecules separated by ^c. 
(d) Projection of the structure of the complexes (E) or (F) along c on to the ob plane In the 
distance c there are two lodo- or bromodiphenyl molecules, seen end -on Each dinitrodiphenyl 
molecule represents seven molecules separated by \c. 

Each dinitrodiphenyl molecule shown on the projection (figure 1 (a)) represents 
eight molecules lying parallel to one another and separated by or 3 78 A Of 
course, if the tetramethylbenzidine molecules are inclined to the a-axis, then the 
eight dinitrodiphenyl molecules will not lie exactly above one another as shown. 
In order to account for the great strength of the Oil spectrum they must, however, 
all lie with the long axes of the molecules very nearly in the (Oil) plane as shown 
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If the planes of the benzene rings of these molecules are very nearly perpendicular 
to the (Oil) plane the dinitrodiphenyl molecules will mterleave with one another 
as shown in figure 2 (a), which is a projection of the structure along the axis [OlT] 
on to the plane (OlT) In this projection the dinitrodiphenyl molecules, lymg across 
the (Oil) planes, are seen end-on, and the tetramethylbenzidine molecules are seen 
sideways-on. It will be seen that the dinitrodiphenyl molecules he in the (l 0 ,ll) 
planes, and, as woul(^be expected from such an arrangement, the spectrum T 0,11 
and the spectra 800 and 811 are found to be very strong. 
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Figuab 2 (a) Projection of the structure of the complex (B) along [OOT] on to the (Oil) 
plane. The dinitrodiphenyl molecules are seen end-on, and the tetramethylbenzidme molecules 
sideways -on. (b) Projection of the stnicturo of the complex (C) along [ 102] on to the ob plane. 
The dimtrodiphenyl molecules are seen end-on, and the benzidme molecules sideways-on 
(e) Projection of the structure of the complex (D) along [301J on to the be plane The dimtro- 
diphenyl molecules are soon end-on, and the dihydroxydiphenyl molecules sideways-on 
(d) Projection of the structure of the complexes (E) or (F) along [701] on to the be plane. The 
dinitrodiphenyl molecules are seen end -on, and the lodo- or bromodiphenyl molecules side- 
ways -on. 


The complex vnth benzidine (G) 

The spaoe-group is probably as will be shown, and the unit cell contains four 
of the complex groups LOgNC 0 H 4 CeH 4 NO ,]4 [H 2 NCeH 4 CaH 4 NHg] Figure 1 ( 6 ) 
shows a projection of the unit cell, which is c face-centred, along 6 on to the oc plane, 
which is also a glide plane with translation The benzidine molecules lie along b 
and are thus seen end-on. Each dinitrodiphenyl molecule shown on the projection 
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repreaenta four moleoulea lying parallel to one another and aeparated by or 3-7 1 A. 
These dinitrodiphonyl molecules must all he with their long axes very nearly in the 
(402) planes, while the benzidine molecules must lie almost wholly in these planes; 
this is necessary in order to account for the very great strength of the 402 spectrum. 

It will be seen from figure 2 (6), which is a projection of the structure along the 
axis [102] on to the ab plane, that the dinitrodiphenyl molecules he parallel to the 
ac plane and are contained by the planes midway between the planes (080) , this is 
necessary in order to account for the great strength observed for the spectrum 080, 
as well as for the spectra 241 and 241 With this arrangement, which is consistent 
with the space-group it will be observed (figure 2 (6)) that the dimtrodiphenyl 
molecules m adjacent (402) planes interleave with one another If the space-group 
were the twofold axis parallel to b would make it necessary for adjacent dinitro- 
diphenyl molecules in adjacent (40S) planes to have the same b co-urdmates, and 
no interleaving of the molecules is then possible . This would mean a closer than normal 
approach of the molecules to one another, and the spectrum 040 should then be 
strong, whereas it is actually very weak indeed, as would be expected from the 
arrangement shown in figure 2 (6). 

The complex with dihydroxydiphenyl (D) 

The space-group is and the unit cell contains four of the complex groups 
[ 0 gNCgH 4 C(|H 4 N 02 lg[ 0 HCaH 4 CgH 40 H]. Figure 1(c) shows a projection of the 
unit cell along c on to the ab plane, the symmetry elements are included in the 
diagram The special positions given to the molecules are the only ones which satisfy 
the symmetry conditions and at the same time give a structure closely similar to 
that of the complex (A), shown in figure 7 of part I. The dihydroxydiphenyl mole- 
cules seen end-on are shown lying directly along c, but the length of this axis (11 3 A) 
is not sufficient for this, since the length of a dihydroxydiphenyl molecule, allowmg 
for the approach of the next molecule and even assuming hydrogen bonding between 
adjacent OH groups, is approximately 12-8 A. These molecules must, therefore, be 
inclined to c, but, in order to account for the very great strength of the 040 spectrum, 
they must lie almost wholly in the planes midway between the (040) planes, as 
shown. 

Each dinitrodiphenyl molecule shown in figure 1 (c) represents three molecules 
Ijdng parallel to one another and separated by or 3 76 A. Since the dihydroxy- 
diphenyl molecules are inclined to c, the dmitrodiphenyl molecules cannot he, as 
shown, directly one above the other; m order to account for the great strength of 
the spectrum 040, however, they must lie with their long axes very nearly midway 
between the (040) planes These molecules do not lie parallel to the plane, but, 
as for the complex (A), arc probably inclined to it so that their lengths lie in the 
(206) planes This is shown in figure 2 (c), which is a projection of the structure along 
the axis [301] on to the be plane, the dinitrodiphenyl molecules are then seen end-on 
and the dihydroxydiphenyl molecules sideways-on. The c co-ordinates of the 
dinitrodiphenyl molecules were chosen m the only possible way to account for the 
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great strength of the spectra ll3 and iTS; it was then found that in order to get 
interleaving of the molecules, and consequently better packing, it was necessary 
that they should be inclined to the (209) planes as shown in figure 2 (c). The spectrum 
206 should then be very much weaker for the complex (D) than it was for the com- 
plex (A), where the dinitrodiphenyl molecules are practically contained by the (206) 
planes, and this was found to be the case. 

The complexes with lododiphenyl (E) and bromodiphenyl (F) 

Except for the irregularity in the spacmg of the layer-lines about the c-axis for 
the bromo-complex, the dimensions of the two crystal cells are the same within 
the errors of measurement The unit cells contain two of the complex groups 
[0,NC.H4CeH*N0,], [IC.H4C.Ha], or [0,NC.H.C,H4N0,]7 [BrC.H4C.HJ,, and 
the space-group may be C^, C, or The face-centring of the structure already 
accounts for the presence of two complex groups in the unit cell, if there were to be 
a twofold axis as well, the molecules would have to lie ui special positions in order 
to avoid a further doubling. We need consider only the polar bromo- or iodo- 
molecules. As these molecules lie with their lengths nearly along c and with two 
molecules in the distance c, they must be so arranged that the one molecule is derived 
from its neighbour by operation of the twofold axis, which must be parallel to 6. 
This means that the molecules must lie so that the bromine or iodine atoms are 
alternately adjacent to and opposed to one another, pairs of bromine or iodine atoms 
are then spaced along c at intervals of approximately 25-8 A instead of being spaced 
singly at intervals of 12-7 to 12-9 A as they would be if the molecules lay end to end. 
Now, the arrangement of the layer-lines on rotation photographs for the bromo- 
complex about the c-axis is such as would appear if a set of planes of spacing 3-69 A 
(probably corresponding to the dinitrodiphenyl molecules) had been modified by 
some periodic distnbution (probably corresponding to the bromodiphenyl mole- 
cules) repeating itself in a distance 12 7 A in the direction of the c-axis A similar 
arrangement involving a modifying distribution with a repeat of 12-9 A, will explain 
corresponding photographs for the iodo-complex This question is fully discussed 
in the following paper by James A Saunder (1947) on p. 618. It appears likely, 
therefore, that in both these complexes the bromo- or iododiphenyl molecules 
lie end to end approximately along c; the jiossibility of a twofold axis is then 
excluded, and the space-group is probably C„, which is the same space-group as 
that possessed by the complex (A). 

Figure 1 (d) shows a projection of the structure of these complexes along c on to 
the ab plane The iodo- or bromodiphenyl molecules lying along c are seen end-on, 
and there are two molecules in the distance c. Each dinitrodiphenyl molecule 
represents seven molecules lying parallel to one another and separated by or 
3-69 A. If the space-group is in order to avoid doubling the number of complex 
groups in the unit cell, it is necessary for the iodo- or bromodiphenyl molecules to 
lie exactly in the mirror planes (020) and for the dinitrodiphenyl molecules to lie 
aoTOBB these mirror planes as shown. This was also the case for the complex (A) and 
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is supported by the very great strength of the spectrum 020. It will be seen from 
figure 2 (d), which is a projection of the unit cell along the axis [701] on to the be 
plane, that the dmitrodiphenyl molecules lie practically in the planes (20, l4), this 
is necessary in order to account for the great strength of the spectra 20,14, 117 and 
iT7 

General comparison and confirmation of the structures 

The structures of the complexes described hero are all of the same general type as 
that of the complex (A) This is particularly apparent if figure 7 of part I is compared 
with figure 1 (a) to (d) m this paper These are projections of the structures of the 
complexes (A), (B), (C), (D) and (PJ) or (F) along the axes c, a, 6, c and c respectively 
Comparative photographs taken with the different crystals mounted about these 
axes show very great similarity indeed, Weissenberg photographs, showing only the 
zero layer-line, and taken with the crystals rotating about these axes, are reproduced 
m figure 3, plate 22. Further photographs taken with the crystals rotating about 
other structurally equivalent axes also show considerable similarity 

In all these structures the dmitrodiphenyl molecules lie across one of the crystal 
planes while the characteristic molecules he in this plane with their lengths nearly 
normal to the planes of the benzene rings of the dmitrodiphenyl molecules These 
crystal planes are, for the complexes (A), (B), (C), (D), and (E) or (F) respectively, 
the planes (020), (Oil), (402), the planes midway between (040), and the planes (020) 
(see figure 7 of part I and figure 1 (a) to (d) m this paper) These planes contain, 
therefore, a very large number of atoms, namely, four carbon and two nitrogen 
atoms for each dmitrodiphenyl molecule, and all the atoms in the characteristic 
molecule It is found that in every case the spectrum arising from these planes is 
exceedingly strong, and is the strongest spectrum appearing in each photograph of 
figure 3, plate 22 The fourth order B|jectrum for these planes, namely, the spectrum 
080, 044, 16,08, 0,16,0 and 080 for the complexes (A), (B), (C), (D), and (E) or (F) 
respectively, is also found to be very strong indeed, this is to be expected, since all 
the atoms of the dmitrodiphenyl molecules now have a nearly maximum contri- 
bution (see figure 1 (a) to (d)) 

The separation of the equivalent planes (020), (011), (402), (040) and (020), in 
the complexes (A), (B), (C), (D), and (E) or (F) respectively, should be very similar 
and is found to be always about 4-7 A (see table 2) The distance between the 
characteristic molecules, lying m these planes, which are separated from one another 
by dmitrodiphenyl molecules should also bo similar and is found to be always about 
20 A (again see table 2) 

In all these complexes the characteristic molecules lie approximately along one 
of the principal axes, namely the c, a, 6, c and c axes, for the complexes (A), (B), (C), 
(D), and (E) or (F) respectively and are nearly normal to aU the dinitrodiphenyl 
molecules, which are separated by approximately 3-7 A m this direction The length 
of this axis must, therefore, be sufficient to accommodate the right number of dinitro- 
diphenyl molecules and should be comparable with the length of the charactenstio 
molecule This is shown to be the case in table 2. 
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TabliB 2 
(Dimensions in A) 

oomplex 



(A) 

(B) 

(C) 

(D) 

(E) or (F) 

separation (d) of planes containing 

d(020) 

d(Oll) 

d(402) 

d(040) 

d(020) 

ohoractenstic moleouleB 

4*73 

4 70 

4 77 

4-ee 

4 76 

separation of ohorocteristio molecules m 
above planes 

20 1 

20-2 

10 1 

20 0 

20 0 

length of axis along which oharoctenatic 

c 

a 

b 

c 

c 

molecules he 

1M3 

30-2 

14-8 

11-3 

26-8 

approximate length of choractenstio 
molecule 

11 7 

16-2 

14-0 

12-8 

12 9 (lodo) 

12 7 (bromo) 

separation of dmitrodiphenyl molecules 

In direction of above axis 

3-7 L 

3 76 

3 71 

3'76 

3 60 


As with the complex (A), described in part I, pronounced diffuse reflexions, due 
to thermal vibrations, have been observed for all these complexes and provide 
a useful check on the proposed structures The strongest circular diffuse reflexions 
are found to accompany the spectra 800 and 111, 24T and 24T, 1 13 and 113, and 117 
and 117 for the complexes (B), (C), (D), and (E) or (F) respectively. The directions 
of the planes corresponding to these spectra have been drawn in on figure 2 (a) to (d), 
and will be seen to be nearly parallel to the planes of the benzene rings of the dinitro- 
diphenyl molecules. The strongest diffuse sirextka are found to accompany the - 
spectra 066, 11, TO, To,01 and T0,01 for the complexes (B), (C), (D), and (E) or (F) 
respectively. The direction of the planes producing these spectra have been drawn 
in on figure 1 (a) to (d) and will be seen to be nearly perpendicular to the lengths of 
the dmitrodiphenyl molecules 

Further confirmation of the relation between the structures of the complexes 
(A), (D), (E), and (F) is given by the similarity both in direction and magnitude, of 
the prmcipal refractive indices (see table 1) 

The bonding 

In the detailed analysis of the oomplex (A), described in part I, it was shown that 
all the molecules are approximately equally spaced from one another and the closest 
mtermolecular distances of approach are about 3 2 to 3 0 A These distances are of 
the same order as those observed m crystals of ordinary aromatic nitro-oompounds, 
bonding in which is generally attributed to ordmary van der Waals forces. 

In the complexes described in this paper there is no necessity to assume inter- 
molecular approaches closer than those observed for the complex (A); there is 
sufficient space in the unit cell in each case for the molecules to pack quite normally 
This IS reflected in the densities of the crystals, which are all of the same order as 
that for the complex (A) 

In all these complexes, there is therefore no evidence for localized bonding 
between the units in the crystal structure; and the molecular ratios in which the 
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oomponentB unite seems to be determined solely by geometrical considerations, the 
type of structure being such that the number of dinitrodiphenyl molecules that can 
be accommodated for each charaoteristio molecule depends on the length of this 
molecule. In a previous paper (Rapson et al 1947), where also the question of 
bonding is more fully discussed, this condition has been shown to hold for several 
other complexes m this senes. 

In conclusion I wish to thank Professor B W. James and Dr W S. Rapson for 
their constant interest and advice throughout the course of this work, and 
Mr E. Theal Stewart for the preparation and anal3rBis of most of the complexes. 
To the Beit Railway Trust Board of Southern Rhodesia I am indebted for a research 
fellowship. 
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Description op Plate 22 

Figure 3. Zero layer-line Woiasenberg photographs for; (a) The complex (A) rotating about 
the c-axis, (b) the complex (B) rotatmg about the a-axis, (c) the complex (C) rotating about 
the 6-axiB, (d) the complex (D) rotating about the c-axis, (e) the complex (£) rotating about 
the c-axia, (/) the complex (F) rotating about the c-axis. 
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Some apparent periodic errors in the crystal lattice of the 
molecular complexes of 4 : 4'-dinitrodiphenyl with 
4-iodo- and 4-bromodiphenyl 

By R W James aitd D. H Sactnder 
The University of Cafe Town 

{Communicated by Sir Lawrence Bragg, FR S. — Receiml 14 December 1940) 

[Plate 23] 


OBTiIlatioTi phota|;raphii from cryiitals of the complexes of 4 4' dinitrudiphenyl wtth 4-bromo- 
and 4 lododiphonyl iihow a mixtiini of sharp and diffum spots When tho oscillation is about 
tho c-axis the spots on ovory seventh layor line ore observed to bo sharp, those on all the 
other bnos being diffuHO The difTiisonoss vanes from line to lino, but in all rasos corresponds 
to an elongation of the maxiiria of the intorference function in the mriprocol-lattice space 
in tho f)*-direction The spacing of tho diffuse layor-lines in the c-axis photographs from tho 
complex with 4-broinodiphonyl is anomalous, and the positions of tho luies corrosponil to 
those of optical ghosts aocuinpanying tho sharp layordmes, such os would be expected if a 
fundamental spacing of 3 0 DA were periodically distorted, tho period of the distortion being 
rather less than 3f times that of the fundamental spat mg The diffuseness of tho spots 
suggests that the structure also contains faults in the b-direction A suggestod explanation of 
the effects in terms of the stnicture is put forward 

In the second part of the paper, a mathematical discussion of diffraction by a simplihed 
model, consisting of a lattice with a periodic error m spacing m the c-iliroction, and faults 
cnnsistmg of sudden random changes in the phase of a periodic error in lattice planes per- 
pendicular to the b*-BXis, IS disciissod. and it is shown that tho diffraction pattern given by 
such a structure exhibits features sunilar to those observed. 


Introduction 

The crystal structures of a number of molecular complexes of 4 ■ 4'-dinitrodiphenyl 
with other 4- and 4 4'-substituted diphenyl compounds have been investigated by 
one of us (Saunder 1946 , 1947 ) Although the compounds examined vary consider- 
ably both in crystal symmetry and in the ratio of the two components of the complex, 
the underlying structure is undoubtedly of the same general type for all of them. 
The typical arrangement may be taken as that in the complex of 4 4'-dinLtrodiphenyl 
with 4-hydroxydiphenyl in the ratio of three molecules of the first to one of the 
second, the structure of which has been fully determined (Saunder 1946 ). Two of 
the complexes examined, those with 4-bromo- and 4-iododiphenyl, give X-ray 
photographs showing certain peculianties, which are of considerable interest from 
the optical point of view, and which it is the purpose of this paper to discuss 
A general idea of the type of structure to which all complexes of the kind con- 
sidered approximate may be given as follows The dimtrodiphenyl molecules form 
layers in face-centred array, as shown in figure 1 . In any given crystal , the molecules 

[ 518 ] 
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will not in general He exactly in these idealized pianos, but they, never depart greatly 
from them Suppose a series of such planes to lie one above the other with a spacing 
of about 3-7 A. The dinitrodiphenyl molecules in any one layer are denoted by A 
in figure 1 , and those in any row parallel to a are so placed that a gap is left between 
adjacent nitro groups When a sorioa of superposed layers is considered, it will be 
seen that these gaps produce a set of tubular cavities, also in face-centred array, 
runnmg through the structure. The characteristic molecules of the complex, in the 
coses to be considered, the 4-bromo- and 4-iododiphenyl molecules, occupy these 
tubular cavities They ore seen end -on in figure 1, and are denoted by B, The general 



Fiquue 1. Projection along c on to the ob -plane of tho ideahzetl structuro of the complexoa 
of 4 4^dinitrodiphenyl with 4 lodo- and 4-broinodipheny1 In the diatanre c there are two 
lodo- or bromodiphenyl molecules {B), seen end-on Each dinitrodiphenyl molecule (A) 
represents seven molecules one above the other, separated by c/7. 


direction of the long axes of these B molecules is perpendicular to the planes con- 
taining the A molecules. In the only structure fully worked out, mirror planes of 
symmetry lie perpendicular to the planes of A molecules, and contain tlieir long 
axes and also tlie planes of tho benzene rings of the B molecules This exact arrange- 
ment is not found in all the complexes, although it is probably also that of the iodo- 
and bromo- complexes discussed here, but the departure from it never seems to 
bo large 

The ratio of the number of ^ to the number of B molecules vanes from complex 
to complex, but appears to depend on the length of the B molecules, rather than on 
chemical considerations, and, indeed, it has been found possible to predict the ratio 
from a knowledge of this length (Rapson, Saunder & Stewart 1947). In general, the 
A molecules do not he exactly in planes, nor is the direction of the length of the B 
molecules perpendicular to that of tho lengths of the A molecules, and on account 
of these and other departures from the ideal structure outlined above, the actual 
symmetry of the crystals may differ widely from case to case, but consideration of 
the actual structures shows the departure from the ideal type to be relatively slight, 
and oscillation photographs taken about structurally equivalent axes are extra- 
ordinarily similar for all the complexes. 
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ThB GOBIFLEXES with 4-IODO- and 4-BnOMODlFHENYL 

The preparation and chemical analysis of these complexes has been described by 
Rapson ei al. (1947) The molecular ratio of dinitrodiphenyl to iodo- and bromo- 
dipheny] is found to be 7 ‘ 2 in each case, so that the complexes may be represented 
by the formulae 

(IC.H,C.H,)a(OaNC«H,CaH,NOa), and (BrCeH4CaHa)a(OaNCeHaCaHaNOa); 

Details of the crystallographic determinations will be found in a previous paper 
(Saunder 1947) The crystal symmetry is monoclinic. As will be seen later, the 
arrangement of the spots in oscillation photographs from the bromo-complex is in 
some respects abnormal, but with the iodo-complex the positions of the spots on 
the photographs are normal and show the dimensions of the unit cell to be 

a = 20 0A, 6 = 96A, c = 26 8 ,A ^= 100°. 

The space-group may be C2, or € 2 /^, but there is reason to think that of thbse 
IB the most hkely, which is the same as that for the complex with 4-hydroxy- 
diphenyl, the structure of which has been fully determined. Detailed comparison 
of the mtensities of the more important spectra given by this compound with those 
given by the iodo-complex, and comparison of the cell dimensions, the refractive 
indices, and the diffuse spectra due to thermal vibrations, leads to the conclusion 
that the structures of the two crystals must be extremely similar 

If the abnormalities in the spectra from the bromo-complex are for the moment 
disregarded, all the remarks given above may be taken as applying to it also, the 
dimensions of the two unit cells being the same within the limits of error of the 
photographs taken. 

Discussion of the osciuj^tion photoobaphs 

In the crystals of these complexes, the planes most closely corresponding with the 
idealized planes containing the A molecules in figure 1 are the (001) planes, and if 
the planes of A molecules were regularly spaced the distance between successive 
planes would be 3-69 A if the structure consisted only of such regularly spaced 
planes of A molecules, a rotation photograph taken about the c-axis would show 
widely spaced layer-lines corresponding to this distance In the actual complex 
with iododiphenyl, the pattern repeats itself every seven layers of A molecules, 
there being two Ji molecules in this distance, so that intermediate layer-lines make 
their appearance dividing the distance between the layer-lines due to the A molecules 
into seven equal parts, thinking in terms of the reciprocal-lattice space. Actual 
oscillation photographs taken about the c-axis show the layer-lines corresponding 
to this larger spacing, 7 x 3 69 A; their appearance is, however, abnormal The 0th, 
7th and 14th layer-lines, corresponding to a spacing of 3 69 A, which on an ideal 
structure would be given by the layers of A molecules alone, are sharp and clear, 
but all the intermediate layer-lines show spots that are more or less diffuse, with 
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elongations along the layer-lmes. The diffosenesa of the spots on any one line appears 
to be about the same, but it varies markedly from line to line There is no trace of 
diffusenesa in the A layer-lines, which are in every way normal. A photograph from 
the bromo-complex is reproduced in figure 2, plate 23 Alternations of sharp and 
diffuse layer-bnes have also been observed by Powell & Uuse (1943) from molecular 
complexes of picryl chloride with hexamethylbenzene, and from several other 
complexes of a similar type. They have ascribed these to faults in the regular 
sequence of atomic planes in structure 

Oscillation photographs about the h-oxis show sharp and diffuse spots also (see 
figure 4, plate 23), and in every case the diffuse spots are those that would he on the 
intermediate layer-lines in photographs about the c-axis On the photographs taken 
with rotations about the b-axis the diffuse spots are elongated transversely to the 
layer-lines, as would, of course, be expected from the e-axis photographs, but the 
elongated spots are not always centred on the layer-lines, but show marked dis- 
placements above and below them The degree of this displacement appears to be 
a property of the individual crystal, since it vanes in photographs obtained from 
different specimens 

A careful study of photographs taken with oscillations about different axes shows 
the elongation of the maxima of the interference function about the correspondmg 
points in the reciprocal-lattice space to be parallel to b*. An elongation in this 
direction would be produced by a crystal having only a small extension in the b 
direction, but this would make all the spots equally diffuse, which is not observed 
here The explanation of the diffusenesB is therefore probably to be sought m faults 
of the nature of those discussed by Wilson (1942), which are superposed on the 
framework of a fundamentally regular lattice structure. A possible type of fault 
which might account for the effect will be considered later 


Abnormalities observed in photographs from 

THE COMPLEX WITH 4-BROMODlFHENYL 

Photographs taken with oscillations about the c-axis with the bromo- and iodo- 
complexes are at first sight very similar (figures 2 and 3, plate 23, respectively). 
Both show the sharp 0th, 7th and 14th layer-lines, and the diffuse intermediate ones. 
Careful inspection shows, however, that in the photograph from the bromo-complex 
the spacing of the intermediate layer-lines is not uniform, when considered in terms 
of the reciprocal-lattice space, but that the lines are arranged m groups, themselves 
evenly spaced, about the sharp layer-lines. So far as the position of the lines alone 
is concerned, the arrangement is exactly that to be expected of a senes of optical 
ghosts accompanying the sharp layer-lines, such as would appear if a set of planes 
of regular spacing 3-69 A hod been modified by a periodic error of spacing repeating 
itself m a distance 12-7 A in the direction of the c-axis, that is to say, with two 
repetitions in a distance a httle less than that corresponding to seven layers of the 
A molecules Hod the error repeated itself exactly twice m seven layers, the ghost 
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layer-lines would have exactly divided the spacing between the zero layer-line and 
the 7th layer-line, and between the 7th and 14th layer-lines, as in fact they do within 
the errors of measurement m the case of the iodo-complex 

On the actual photographs from the bromo-oomplox the departure from regularity 
is very plain to the eye The measured spacings of the layer-lines m the reciprocal- 
lattice space, as determined by means of the Bernal chart, and using Cu radiation, 
are shown diagrammatically in figure 5 The notation used in the figure has the 
following significance Lot n bo the order of a spectrum from a senes of regularly 
spaced pianos. Suppose these planes to be displaced periodically, a complete period 
of the displacement occumng every Q planes Then additional spectra of order 
n ± mjQ make their appearance, and these are the optical ghosts. Any spectrum is 
denoted by the symbol the spectra from the undisturbed planes being those 

of order (n, 0) When the planes are periodically displaced, the spectra of order {n, 0) 
still appear, but those with m + 0 also appear. In the photographs from the bromo- 
complex, the positions of the layer-lines correspond to a value of Q rather loss 
than f 

The poaiHons of the irregularly spaced layer-lines are explained in detail by the 
assumption of a periodic error m spacing According to this view, the layer-lines, in 
the order in which they occur in the photograph, are (0, 0), (1,3), (0, 1), (1, 2), (0, 2), 
(1 J), (0.3). (1,0), (0,4), (1,1). (2, 2) and (0,6), (1.2), (2,1), (1,3), (2,0). . Asa 
working hypothesis, the occurrence of the B molecules at regular intervals might 
be supposed to impose a variation of spacing on the sheets of A molecules It 
IS significant that the error period in the case of the bromo-complex, as determined 
by direct measurement from the photographs, is 12 7 A, which is the length, as 
closely as can be determined from the available data, to be expected for the molecule 
of 4-bromodiphenyl , and twice this length, which is 25 4 A, is rather less than 7 x 3*69, 
which IS 25 8 A. The length to be expected for the molecule of 4-iododiphenyl is 12-0 A , 
and twice this is equal to 25 8 A The periodic error then becomes part of the regularly 
repeating pattern of the crystal, and the ghost layer-lines become ordinary layer- 
lines 

On the view that the intermediate layer-lines are ghost spectra due to a periodic 
error in a fundamental spacmg, the ghosts accompanying the zero layer-lme, the 
spectra (0, ±m), would be expected to be very weak, although not in principle 
absent, while in the actual photograph these spectra are quite strong. It must, 
however, be remembered that the structure contains the regularly spaced B mole- 

t After this paper had been sent for publication photographs were taken from the complex 
of 4 4'-dinitrodiphenyl with 4-clilorodiphenyl The irregularity of the spacing of the layer - 
lines IS even more marked than in the case of the complex with the bromo -compound, as had 
in fact been anticipated. The lines again form groups about the zero and seventh layer-lines, 
and are consistetit with an error period of 12 3 A and ratio of the dinitro constituent to the 
chloro constituent of 3 3 1 Photographs from the corresponding fiuoro -compound are 
perfectly normal, all spots bomg sharp, the ratio of the constituents being now 3'1. The 
photographs resemble extremely closely those irom the complex with 4:4'-hydroxydiphenyl. 
It IB hop^ to publish further details of these cases in a subsequent paper. 
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cules, which, considered alone, would give a set of spectra in the positions of the 
spectra (0, + m) so that in any case these would be expected to occur. 

Another point requiring consideration is the diffuseness of the lines. The existence 
of diffuse ghost spectra must be explained, the diffuseness of which, moreover, 
varies with the order in of the ghost. It is plain that the crystals of these complexes 
are not simple enough for an exact quantitative explanation of tlie observed effects 
to bo possible. All that can be attempted with much hojie of success is to produce 
a simphfied model that will give spectra exhibiting the same general type of pro- 
perties as those actually observed In the second half of the paper an attempt will 
be made to do this. 
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Theobetical the discussion of an idealized model . 

Assume the crystal to consist of layers of A molecules, all exactly alike, placed 
one above the other in the array represented in figure 1 , and this array will be 
assumed to persist coherently throughout the crystal Through this structure the 
chains of B molecules jiass transversely to the A planes, and parallel to the c-axis 
of the crystal Suppose the B molecules lying in any one cham to maintain an 
unchanged regular sequence through the crystal. The dotted lines in figure 1 are 
the traces of planes dividing the crystal into a series of slabs parallel to the planes 
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(010) In any one such slab the stnioture is supposed to be without faults, corre- 
sponding atoms m the different B chains all having the same c co-ordinates, so that 
the consequent periodic displacements of the A planes are all in phase. Suppose, 
however, that in different slabs there are relative displacements of the B molecules, 
so that in passing from one slab to the next there may be a sudden change in the 
c co-ordinates of corresponding B molecules It will be assumed that there is a 
certain probability that within any distance measured parallel to 6 such a sudden 
change, or fault, may occur Making the simplest possible assumption, it is seen 
that there are two possible sots of co-ordinates for the B molecules. It will then be 
necessary to work out in the manner described by Wilson (1942) the probability 
that two slabs separated by a given distance shall have the same or different c 
co-ordinates, and thence to calculate the interference function for the crystal, 
remembering at the same time that the B molecules introduce periodic variations 
in the spacing of the A molecules, which will vary in phase according to the occur- 
rence of faults in the slabs Consideration is given first to the scattering due to the 
A molecules alone, with the periodic errors imposed on their spacing by the B mole- 
cules, neglecting for the time being the scattenng by the B molecules themselves 
For this purpose, the model will be still further simplified, each unit of the structure 
being replaced by a scattering point 

SCATTEBINO BY A PERTODTCALi.Y DISTOBTED rOINT-LATTICE WITH FAULTS 

Consider a point-lattice that is parallelepipedal in form, having and 

points parallel to a, 6 and c respectively. The position relative to the origin of a 
point in the lattice when it is undistorted is given by the vector 

r = ua-nib-hw;c, (1) 

u, V, w being integers. 

Suppose a periodic error of the c spacing to be introduced, which for the sake of 
simphcity will be taken as sinusoidal in character, the c co-ordinate of a point bemg 
given by [w^q cos [ 2 ncg{W’\-^^)}]c Here, g is frequency of the penodic dis- 
turbance, the number of times it occurs in unit distance, so that eg = 1/Q, Q being 
the number of c spacings within which a complete penod of the error occurs The 
maximum amplitude of the displacement, expressed as a fraction of c, is q, and 
18 a phase constant, which depends on v, and has the same value so long as ti is 
constant, th9.t is to say, over any (010) plane. According to this simple assumption, 
it will later be supposed that may have the values 0 or ^ but no other value. 

Consider first scattenng by a single 6-plane of points, with v constant and ^ 
The vector position of a point on such a plane may now be written 

Fp = lia -I- wb -H + g cos {27rcg(u^ -I- ^i))] c. (2) 

Let 8 q and s be unit vectors in the directions of incidence and scattenng, and let 

0 , I S| = 28in0, 


S 1 = 6 - 61 


(3) 
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2d being the angle of scattering. One may then write for the amplitude scattered by 
a single plane v, m terms of that scattered by a single unit, 

tt-JVt-lw-JV,-! 

^,1= 2 ) £ exp{ 27 ri(S.rJ/A}. ( 4 ) 

U — 0 u ?— 0 


The scattering in terms of a distribution in the reciprocal -lattice space may now 
be expressed in the usual way, writing 

S/A = Ca*+^b* + fc*, (6) 

which gives, using (2) and the properties of reciprocal vectors, 

» exp {2mvTj) £ exp {2mui) £ exp 27 n[w^ + cos {2ncg{w + ^)}]. (6) 

U VJ 

is now expressed as a function of Tf and and it gives the amphtude scattered 
in the direction a when the conditions of mcidenoe and scattermg are such that the 
extremity of the vector S/A lies at the point in the reciprocal -lattice 

space, that is to say, when the sphere of reflexion passes through this point. 

Carrymg out the summation with respect to (0) may be written m the form 




The summation with respect to w may be handled by a method employed by 
Kochendorfer (1939) m a paper on the effect of periodic errors in lattices. Now use 
an expansion in terms of Bessel functions, 

m— « 

exp (ipj;) = Jo(p) + 2 £ t”‘Jj(p)oosmx, (8) 

m— 1 

from which follows immediately 


exp[2m9{[ooa{27rc(^(w+f()}] = 


£ »'’”'Jj„|(2«r9^)exp(27r»mc(^)exp(2innu^^), (0) 

m— — ® 


a result that follows at once if the cosines are expressed in the exponential form. 
The sum with respect to w in ( 7 ) can now be written 

fn"-<o w— lVi-l 

2= £ »i”IJ|„|(2w5f)exp(2jrMnc70) £ exp{ 27 riw(f +wicj^)}. (10) 

w m~ — 00 I 0 —O 


The sum over w on the right-hand side of (10) is a geometncal progression of a type 
occurring in the theory of the ordmary diffraction grating, and is equal to 


exp { 2 gtJy,(C -I- meg)] - 1 
exp {2m(f + mep)} - 1 


exp {7rt(JVj - 1 ) (C -I- nuy)} 


Bin{7riya(g-Hncg)} 

Bin{7r(^-|-racjr)} 


( 11 ) 


The expression (11) has maxima equal to whenever is a whole number, 

and these maxima are exceedingly sharp if is large, while, under the same con- 
ditions, the subsidiary maxima that occur between the nlam maxima are negligible. 
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Considered as a function of C therefore, (11) has sharp maxima when ^ = l±mcg, 
I being an integer, and is otherwise of negligible magnitude, a result that will be 
used later. 

Now write (0) in the form 


= exp{2niv'g) 


exp(2 7riiy^g) -l 

exp ( 27 ri£) — 1 


F 

-* VI 


( 12 ) 


where » S, and is given by ( 10) , and for the whole crystal the amplitude scattered 
10 

in the direction considered is 


A 




exp(2mJ V, 

exp(2m^)-l ,to ' 


exp {27Tiyv) 


( 13 ) 


The corresponding intensity, expressed in terms of the scattering by a single point, 
and considered as a function of y and is called the interference function for the 
piece of crystal considered. Its value is 

Tod.V.O = 1 ^ 1 * = ( 14 ) 

or, if v' = vH-n, 

/o(f. V, 0 = **** ^ “ 2 mni 7 }. ( 16 ) 


Now Ff can have one of two possible values, one being that given by (10) and the 
other the corresponding value with = 0. These two values may be called and 
Fg respectively Let /„ be the average value of FtF *^^ for two b planes separated by 
n planes, and let JIf be the number of times this particular separation occurs. Then 

/o(€. V. 0 = exp ( - 2mnif) ( 16 ) 

In the case of a parallelepipedal lattice, M = iV.-l n I , and n can run from — 1 to 
— (iVg— 1) Thus 

aiTiSfjrAf n“JV| — 1 

Io(l V^C) = - -a . S I„{N^-\n \) exp ( - 2ninfi) ( 17 ) 

The next step is to calculate the average value and to do this the method given 
by Wilson (1942, 1943) m dealing with the effects of faults in alloy structures is 
applied Assume that there are two possible values of F^ and F^, and that a fault 
may occur at any 6 plane of such a kind that the value of F^ changes from one 
possible value to the other Let P{n) be the probability that the plane v + n is like 
the plane v, and let ads be the probability that a fault occurs between bs and &(s + ds). 
Consider a plane (2) at a distance b{3-\-fls) from a plane (1) The plane (2) may be 
like piano (1) because the piano at a distance 60 is like plane (1) and no fault occurs 
in the further distance bds; or because the plane at a distance bs is unlike plane (1) 
and a fault occurs in the further distance bds which once more makes plane (2) like 
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plane (1) The probability that plane (2) is like plane (1) is therefore the sum of the 
probabilities of these two mutually exclusive types of event, Thus 

P(a + d«) = P(fl)(l— adfl) + {l — P(5))ada = P(a) — 2aP(fl)dj + acis, (18) 

But since ds is small, then 

P(8 + d8) = P{s)^{dP{8)lds)d8, (19) 

whence, by comparing (18) and (19), 

dP{8)jda = — 2aP(.s) + a, 

which, on integration, remembering that P(0) = 1, gives 

P(#) = i(l+F-^“), (20) 

or, since a gives the distance expressed as a multiple of the lattice spacing A, 

P{n) = ^{l+exp(-2 l7i|a)}. (21) 

The average value of 7,^, may be written in the form 

= mP(n) FJ + {1 - P(n)} F;\ + lF^[P(n) PJ + {1 - P{ri)} P?] 

= mn ){\ Po r + 1 PJ*} + l{l - P(n)}{PoPJ + F;F^} (22) 

Now 


^■ 0=2 S exp{27r»«7(C+mcj,)] = £ 5o,„(0, 

mm — 00 ifi— 0 m 

m= on w— V| - 1 

F^= %'”"J,,„.(2nqC)exp(2mtncq<p) £ exp{27rw(£ + r»C(/)} = £ 

m=* — CO ‘u;=0 m 


(23) 

(24) 


Each of these expressions is a function of with very narrow maxima, and the only 
terms m | Pg | ® and j P^ | * that are approciabic are those of type | | ® | B^,„(f ) | 

while in F^F* or PJ 7^ the only terms of appreciable value are those of the types 
PomiC) PJm(^) or P5„(£) Neglecting all other terms, and using (11), then 










8in«{>riya(C-|-wif «ir)} „ 
8in*{7r(f+wcff)) 


(25) 


+ F^F^} = £ i<?„ 008 {2nrm(j^) 

m 


(26) 


By (22), (25), (26) and (21), therefore, 

= S [P{n) + {1 - ■?(»)} 00 a (2mncg^)] 

m 

= 4 S + 008 {2mncg<li)) + exp ( - 2 | re | a) S„{1 - cos {2iimcg^))\ 

m 

= £ j'7„{cos® (rnneg^) + exp ( — 2 1 n | a) Bin* {Timcg^)} 


(27) 
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Equation (17) now becomes 

^\S>7>b) aiTt^f7rP\ ^ ^ 

X /^^{oos* (nmcgift) + exp ( — 2 1 n | a) sin* (mncg^)) (N^ — | » |) ®*P ( — 2mn^). (28) 

Now write 


£ (N, — I n I ) exp ( — 2mn'^) 

W,-l) 


it-W.-l 

■^1 + 2 S (N,-|»|)ooB2»nM7 (29) 

n-l 


Bin»(ffN,iy) . 
Bin*(7n7) ’ 


(29a) 


for (29) is an alternative form of the ordinary grating formula (29a) The right-hand 
side of (29) IB a Fourier senes of terms, and the greater N, the sharper are the 
periodic maxima in 7 This gives a clue to the nature of the second term in (28), 
which contains the summation 


Z)(,)-N. + 2 


2 : 


n-l 


(N, — I n I ) exp ( - 2 I n I a) cos 2x711;. 


(30) 


This again is a Fourier senes, with maxima for the same values of ^as those for which 
(29) is a maximum. The coefficients are, however, multiplied by the factor 
exp( — 2 |ti| a), which decreases rapidly with increasing | 7 i| if a is appreciable. 
The effect of this is to broaden the maxima; for the terms of higher order, to which 
the sharpenmg of the maxima is duo, become ineffective This sum is therefore 
denoted by D{?i) to indicate that its maxima are relatively diffuse 
Usmg (25), ( 20 a) and (30), (28) may now be wntten in the form 


-fo(£. V> 0 


sin* (Nixg) " 

Bm»(ffS) m— • 




ai n«{xN,(C+7n<!y)} 

Bin*{w(C+”M^)} 


X + D{ri) sm* (rnncg^)'^ . 

When 771 = 0 , 




si n* (xN| g) 8m*(xN| y) Bin*(xN ,g) 
sin* (ng) sin* (xi;) sm* (x^) 


(31) 

(32) 


an expression giving sharp maxima when g = h, ^ = k and g = l,h,k,l being integers. 
These ore m fact the ordinary lattice maxima, which are m the same positions as 
those given by the undistorted lattice and are just as sharp The intennhes are, 
however, modified by the factor J*( 2 xgi^), which may bo wntten ■/^ 2 xlg) for the 
sharp maxima, and this becomes smaller with increasmg I, the rate of decrease 
depending on q, the maximum distortion. 



Periodic errors in the crystal lattice of molecular complexes 629 


The ghost sfeotba 

In addition to the main maxima, other maxima occur when 

^±\m\cg = l, or ^ = l±\m\cg l±\m\IQ, 

where Q is the number of repetitions of the undisturbed spacing in one repetition 
of the periodic distortion. These extra maxima are the ghost spectra, a group of 
which, corresponding to different values of m, for the same value of I accompanies 
each mam maximum The ghost maxima are sharp in ^ and but their sharpness 
m ^ IS governed by the factor 


sin* (N^nif) 
sin* {TTf/) 


cos* 



+ £)(?/) sin* 



and BO is a function of m, the order of the ghost, and not of the order of the mam 
spectrum that the ghost accompanies The first term of this factor is sharp if is 
large, but the second term is much more diffuse if a, the probability of a fault, is 
appreciable. The two terms, however, make different relative contributions for 
different values of m. For small the first term will bo preponderant and the 

second will have small values, but, as m^jQ grows, the importance of the second or 
diffuse term increases and that of the first or sharp term diminishes For still larger 
values of m0/Q the relative importance of the terms may be once more reversed 
The form of the factor suggests that the spots on the ghost layer dines might show 
sharp nuclei with relatively diffuse wings, and on the photographs from the bromo- 
and iodo-oomplexes a number of such spots are in fact to be seen, which may perhaps 
be some confirmation of the view that the effects observed are due to an irregularity 
of the same general nature as that discussed 

The intensities of the ghost maxima for the simple lattice with a smusoidal 
displacement are determined by the factor J^{27rqQj which for is small for 

small values of ^ So long as 27Tq^ is not too large, JJi2vq^) is proportional to 
The ghosts of higher order are therefore unimportant for the low orders of main 
spectra, but become more important for the higher orders, even when the distortion 
is sinusoidal. The ghosts accompanying the zero-order spectrum will be expected 
to be faint, since they are given by the values of J^{2nvnqjQ)^ which will be small 
unless the maximum displacement is large The zero-order ghosts are not in prin- 
ciple absent, as the approximate treatment of periodic errors, given, for example, 
by Daniel & Lipson (1943), seems to indicate. 

The assumption of a sinusoidal distortion has been made for the sake of sim- 
plicity It is clear that the actual distortion, although periodic, cannot be sinusoidal. 
It would, in fact, be more accurate to represent it by a Fourier senes of the type 
{2nkcgw)^ instead of by egeos (27rc^). If no limitations to small displace- 

k 

ments are imposed, the algebra in this case becomes rather heavy. If, however, it 
IB assumed that q^^ is alwa3rB small, it is easy to show that the itth order ghost accom- 
panying any main maximum has an amplitude proportional to q^, the kth Fourier 
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coefficient of the senes representing the periodic displacement If the displacement 
is not small, matters are more complicated, and the amplitude of the ktYi order 
ghost does not depend on alone, but it appears still to be true that the value of 
exercises the determining influence 

The spectra due to the B molecules 

In the actual photographs, the ghosts accompanying the zero layer-line are 
strong, much stronger than would be exjiected from the analysis given above It 
must be remembered, however, that this refers only to the effect of the A molecules 
of the underlying lattice, distorted, it is supposed, by the B molecules, the scattermg 
by which has so far been neglected In the actual photographs, the scattering by 
the B molecules is of course recorded The structure must be considered os a whole 
Before doing so, however, the scattering from the B molecules alone will be con- 
sidered, assuming the same probability of faults in the structure as was assumed 
above Consider, as before, the amplitude scattered by the B molecules lying in a 
single (010) plane, corresponding to a given value of v Write this in the two possible 
forms 

A, = 72,(0 exp ( 2 mi; 7 ), 

= fli(O^3(Oexp(2»r»«'^)exp(2irt0O, (33) 

and being the amplitude factors obtained by summing over u and w 
respectively It must be remembered that the frequency in Ab( 0 corresponding 

to the repetition of the B molecules, that is to say it is r/, the frequency of the periodic 
error assumed in calculating the effect of the distorted lattice of A molecules Just 
as before, one writes for the interference function due to the B molecules alone 

1/. 0 = S S I 1* I «s(C) „ exp ( - 2mnv), (34) 

t> n 

where and are now either -h 1 or exp (27ri0^) 

Now introduce the probability of a sudden change from one type of ^ to the other, 
just as before This gives for the average value of F^F^^^^ 

= cos* (ntPQ + exp ( - 2 1 71 1 a) sin* (35) 

and, following exactly the same argument as that given above in deriving (31), then 

Indv, f) = I m) I* I m) 1* f • (36) 

If ^ has the same signiflcance as in the discussion of the scattering by the A mole- 
cules, its maxima, and so the layer-lmes m a rotation photograph about the c axis, 
occur when ^ = ± m/Q, for the c* spacing of the B reciprocal lattice is 1/Q of that of 
the A lattice. Equation (36) shows therefore that the B molecules alone would 
produce a set of layer-lines having the same positions, and the same variation of 
diffuseness with order, as those predicted for the ghost spectra of zero order The 
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relatively strong spectra actually observed in these positions can therefore mainly 
be ascribed to this cause, the true ghosts being those aocompanymg the higher 
orders 

In the case of the lodo-complex, in which the spacing of the sheets of A molecules 
and the period of the distortion appear to be commensurable, and which is thus to 
be considered only as a degenerate case of a structure with a penodic error, the 
higher orders of these (0, m) spectra produced by the B molecules will always 
coincide with ghost spectra {n, m) accompanying higher orders. In the case of the 
bromo-oomplex, in which the two periodicities appear not be to commensurable, 
this will not be so, and some doubling of the layer-lines might therefore be expected 
There is some evidence that it does actually occur. Reference to figure 5 will show 
that the layer lines (0, 5) and (2,2) he very close together The layer line (0, 6) la 
faint, and no (0, 6), or higher orders, are observed at all, but there are one or two 
spots on the line (0, 5) visible on the actual photographs which quite definitely do 
not he on the line (2,2). Doubling between (0, 4) and (2, 3) is also to be expected, 
but IS not observed in the photographs. It is, however, perhaps sigmficant that this 
layer-line, and some of the other lines of higher order, are broadened m the c-direc- 
tion, which might indicate an mcipient doubling of the lines Corresponding lines 
in the photographs from the iodo-complex are not thus broadened 


Diffraction by two lattices with incommensurable hpacinqs 
BUT with a definite PHASE RELATIONSHIP 

Tn the above discussion, it has been assumed that the interference function can be 
built up by adding together the effects of the A and B molecules, considered separ- 
ately. This, of course, is an over-simplification Interference effects occur that 
depend on the juxtaposition of the two types of molecule, and these may be very 
important if the two periodicities are commensurable, so that the two structures, 
taken together, constitute a single repeating pattern. It is necessary to consider 
this point in more detail 

The simple case of reflexion from two sots of parallel planes, one set with a spacing 
A), the other with a spacing will now be discussed. Let/^ and /2 ^ structure 
factors of a single plane of each set, which may conveniently be supposed as complex, 
to take into account any phase difference due to the relative positions of the sets of 
planes Let 0 be the glancmg angle of reflexion from the planes. Then the phase 
difference between waves reflected from successive planes of the two sets are 
respectively /uii and /wig, where /i = (47r sin 0)/A. If in the piece of crystal considered 
there are planes of one set and planes of the other, the amplitude relleoted in 

the direction 0 may be written 
n-Ar,-l 

A =f^ X exp(in/iaj)-k-f2 S expiim/ui^) 

n — 0 m~0 


= /iexp{l(Ai-l)/<ai} 


sin (I/eJViai) 


+/iexp -!)/«*,} 




(37) 
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The intensity I is equal to \ A which gives 


/-If 

* ^ ' sin* ( * sin* 


+ 2|A||/,| 


sm ( t/tiv; fli) sin 
8m(i/wii) 8in(J//ag) 


COB [i/t{(^i- l)ai-(iV2- 

(38) 


whore 8 is given by /^/f = | /i | | /2 | and is the phase difference between waves 
reHocted from the first planes of the two sets If these planes are at a distance d 
apart, 8 = fid 

The first two terms in (38) give the sum of the intonsitieB produced by the two sets 
of planes acting independently The effect of their interaction is given by the third 
term Considered as functions of 0, the two factors involving sines have very sharp 
maxima when and N 2 are large, and the value of the last term will therefore be 
inappreciable unless both factors have principal maxima for the same value of 6 
If Aj and are commensurable, so that V\ Pi ^^^ng integers, this 

will occur for a number of values of 0 If and have no common factor, the first 
coincidence will be between the spectrum of order p^ ^ planes with that 
of order Pi due to the planes and the next will be between the spectra of order 
2p2 and 2p|, and so on, It is plain that these coincidences produce no spectra in 
positions other than those already given by the two sets of planes considered in- 
dependently, but they will modify the intensities of certain of these, because there 
IS a definite phase relationship between the two sets of planes When the spacings 
are commensurable {N^ — 1 ) = (-^2 “ 1 ) ®a “-ny block of crystal that contains 

a number of complete repetitions of the pattern, so that the cosine factor in the last 
term of (38) becomes simply costf 

To take a very simple example, the (111) planes of diamond may be considered 
to consist of two sets of planes with one set being displaced relative to the 

other through a distance aJ4 The spectra due to the two independent sets of planes 
now coincide for all orders, but since 8 — 0 for the zero order, 7r/2 for the first, n for 
the second, 37r/2 for the third, 27r for the fourth, and so on, it will be seen that the 
intensities of these spectra are respectively 4/*, 2/*, O, 2/*, 4/*, and so on. It is clear 
that this is merely a slight modification of the ordinary method of calculating the 
intensity from the structure factor. 

If the spacings are not commensurable, coincidences will not occur, and if and 
N 2 are large, the last term of (38) will always be negligible, and the spectra observed 
will be just those due to the two sets of planes considered independently In the case 
considered m this paper, one set of planes has been assumed, the A planes, to have 
a periodic variation of spacing of the same period as the spacing of the other set, the 
B planes, and this produces, in addition to the two sets of spectra given by the two 
sets of planes independently without error of spacing, the sets of ghost spectra 
accompanymg the spectra due to the A planes The effects observed with the 
bromo-oomplex appear to be adequately explained by this type of assumption If 
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the two periodicities are commensurable, as appears to be the case with the lodo- 
Gomplex, the problem can be treated as a case of a repeating pattern, with a deHnito 
structure factor, which can be considered as a degenerate case of a structure with a 
periodic en-or In the case actually dealt with, the pattern does not repeat itself 
exactly at all, so that ordinary methods of structure-factor calculation are not 
applicable 

The treatment of the problem given here must be regarded only as an attempt to 
produce a model that shall show effects of the same general type as those observed 
It has not been found possible to account in detail for the patterns obtained from the 
actual crystals No really satisfactory explanation of the fact that, in the oscillation 
photographs taken about the 6-axis, the diffuse spots are not always centred exactly 
on the layer-lines has been found, although it seems almost certainly to be connected 
With some imperfection in the crystals on a scale larger than those considered here 

Part of the work described in this paper has been earned out during the tenure 
by one of us (D H S ) of a Beit Railway Trust Fellowship. 
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Description of Plate 23 

Fiquhe 2 The complox with 4-bromodiphenyl 15° rotation about the c-axis Kays initially 
incident alon^ a* 

Fiotthe 3. The complex with 4-iododiphenyl • 15° rotation about the c-axia Kays initially 
incident along a* 

FicunE 4 The complex with 4-iododipheiiyl 15° rotation about the 6 -axis. Hays initially 
incident along a*. 
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Decay of vorticity in isotropic turbulence 

£y G. K. Batchelor, Tnnxty College, Cambridge 
AND A A. Townsend, Emmanuel College, Cambridge 

{Communicated by Sir Geoffrey Taylor, FR.S. — Received 17 December 1040) 


The equation dearnbinR the rate of change of the mean square vorticity in homogeneous 
isotropic turbulence is obtained and the terms occurring therein are discussed A negative 
oontnbution to duj^ldt arisos from the effect of viscosity, while a positive contribution is pro- 
duced by the tendency for the random diffusive motion to extend the vortex lines. This latter 
oontnbution can bo related to the skewness of the probability distribution of the rate of 
extension of bne elements of the fluid aligned in any given direction 

The results of direct measurements of each of the factors appearing in the vorticity equa- 
tion are then desenbed The measurements wore made by analyung electrically the output 
from a hot-wire anemometer placed downstream from a grid m a uniform stream. Both 
f7*/u‘ and A* are found to increase approximately Imearly with time during decay of the 
turbulence and their rates of change are consistent with the energy equation The skewness 
factor mentioned above is approximately constant during decay, with the same value at all 
Reynolds numbers It follows that the rate of mcrease of ci' due to vortex extension is pro- 
portional to and further measurements show that the effect of viscosity has a sunilar 
dependence, so that the ratio of the two contributions to dcii>/dl remains the same throughout 
the decay The viscous contribution is always the greater but the contributions tend to 
equahty as the gnd lioynolds number increases The measurements of all terms in tho vor- 
ticity equation are shown to satisfy the equation with sufflciont accuracy One of the deduc- 
tions from the measurements is that the douhlo velocity correlation function tends to a cusp 
at the origin as the Reynolds number mcreases indoflnitoly. 


1. Introduction. Consequences of isotropy 

Considerable progress in the difficult task of understanding the mechanism of 
turbulent motion in fluids has been made since 1036 when G. I. Taylor introduced 
the notion of isotropy, or spherical symmetiy Taylor defined homugoneous isotropic 
turbulence by the property that mean values of all functions of the components 
of the velocity fluctuation and their derivatives are independent of rotations and 
reflexions of the axes defimng tlio frame of reference The mathematical theory 
simplifies considerably under this assumption and several results of practical 
significance have been denved It has also been established that a good approxima- 
tion to isotropic turbulence can bo produced in a wind tunnel by passing the air 
stream through a mesh of regularly spaced rods, and that velocity fluctuations in 
the fluid con be accurately recorded with a hot-wire anemometer. Cionsequently 
the subject of isotropic turbulence has groat mterest and offers the possibdity of a 
parallel development of theory and experiment 

The mathematical theory of those aspects of the motion in homogeneous isotropic 
turbulence which are described by double and triple velocity correlations has been 
set out by v Karman & Howarth ( 1938 ) These authors showed that the mean 
values of the products of two and three components of the velocity fluctuations at 

[ «34 ] 
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two points in the turbulent field could each be specified by a single scalar function 
of the distance r between the points Thus 

y-'*m = -^ii^s+(.f+irr)^n, ( 1 - 1 ) 

(1-2) 

where is the unit tensor whose value is unity if i j and zero otherwise. Sub- 
scripts to the tensors on the left indicate the directions of velocity components at 
the point P while superscripts refer to the point P* The vector 5 i of magnitude r, 
represents the spatial mterval PP\ and u' is the root mean square of the fluctuation 
of any velocity component at any point of the field. The functions f(r) and k{r) are 
the scalars specifying the double and triple velocity correlations respectively (with 
dashes to denote differentiation with respect to r) and also represent the correlation 
coefficients for the particular configurations shown in figure 1 / and kjr are even 
functions of r, the latter vanishing with r The mean square of the component of 
vorticity in any direction is easily determmod from (I'l) with the result 

= ( 13 ) 

where A is the dissipation length parameter introduced by Taylor (1935) 

P Up P' Up, 

m > • > 

r > 

UpUf. = u'*/(r) 


P P' Uf. 

• • > 

r » 

u\up. = u'^k(r) 

Fiouxie: 1. Correlotion functiona /(r) and £(r). 

The dynamical aspect of the theory is developed by applying the Navier-Stokes 
equations at each of the points P and P* An equation for the rate of change of the 
double velocity correlation with respect to time is thus obtained; this will involve 
the triple velocity correlation in view of the non-linearity of the equatK)iis, but not 
the pressure since it forms part of a first order tensor which is zero in isotropic 
turbulence Using ( 1 - 1 ) and (1-2), the dynamical equation becomes a relation 
between/ and viz. 


( 1 - 4 ) 
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This IS the fundamental equation for the rate of change of the double velocity cor- 
relation and exproHACH all the information concerning the double velocity correlation 
which can be derived from the Navier-Stokes equations with the single assumption 
of isotropy. 

The equation giving the rate of dissipation of energy of turbulence is obtained 
from (1-4) by putting r — 0, whence 


IOto'* 

Ai- 


(1-5) 


Other equations having a physical interpretation may be obtained by comparing 
the coefficients of other powers of r in equation (14) Thus the coefficients of give 




(1-6) 


and in view of (1 3), this equation describes the rate of change of mean square 
vorticity. 

It IS the purpose of this paper to examine this equation for the decay of vorticity 
in isotropic turbulence The terms of the equation have each been measured by 
means of a hot-wire anemometer and suitable electrical analysis of the output The 
measurements help to make clear the processes accompanying the decay of turbulence 
behind a mesh in a wind tunnel 


2 The vorticity equation 


The physical significance of the vorticity equation is more easily seen when it is 
derived directly from the Navier-Stokes equations As v. Karman (1937) has shown, 
this direct deduction leads in the case of homogeneous isotropic turbulence to 


3 


dt 






(2-1) 


where is the component of vorticity in the i-diroction The second term on the 
right side clearly represents the entire effect of viscosity on the mean square 
vorticity, since 


2(i} 





( 2 - 2 ) 


and since d^tOi/dTj is zero in a homogeneous field, the term is essentially negative 
and represents a rate of destruction of vorticity Referring to (1-6) and (1-3), it 
follows that IB always positive as is already known from the measured shape of 
the correlation curve 

The first term on the right side of (2*1) can be written 


duj 

2 2S<af| 


w 


U 


' 08 \9tf /. 


(2-3) 
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where u is the local total velocity vector, and is the square of the local total 
vorticity vector s represents arc length of the local vortex line, and when written 
as a subscript denotes a component parallel to that arc length Taylor (193S) 
discussed the meaning of this term and demonstrated both theoretically and experi- 
mentally that it IS positive and represents a rate of production of vorticity. Note 
first that {dujds)^ is the instantaneous rate of extension of the local vortex line Now 
when positive extension of a vortex filament occurs, the magnitude of the local 
vorticity increases due to the consequent lateral contraction and angular accelera- 
tion. Thus in parts of the fluid where there is a positive rate of extension of the 
vortex filament, the magnitude of the vorticity will be high, so that one may expect 
0)^(dujdn)^ > 0 Taylor pointed out that this is consistent with the general tendency 
in turbulent motion for points to move apart and for lines to lengthen, giving a 
tendency for the average value of o)^ to mcrease. He was the hrst to explain that this 
production of vorticity due to random, diffusive extension of vortex lines is a funda- 
mental process in the mechanics of turbulence and shows the reason for the very 
high rate of dissipation of turbulence energy 

The effect of extension of the vortex lines is to tend to make the vorticity dis- 
tribution ‘spotty*, with small regions of high vorticity, on the other hand, the 
effect of viscosity is strongest in regions of high vorticity, and tends to diffuse it 
evenly throughout the fluid Equation (2-1) represents the balance between these 
two effects and an important deduction from the experimental results to bo described 
hereunder is that this balance is similar for the decay range tested. A single indirect 
measurement of the value of the terms of equation (2 1) has been described pre- 
viously (Taylor 1938) and the result was that the rate of increase of w'® due to vortex 
extension and the rate of decrease due to viscous dissijiation were, m this particular 
experiment, respectively about three and four times the resultant rate of decrease 
of 

A further useful expression for the rate of increase of due to vortex extension 

is obtained by deducing from (1-2) that 



where u is the turbulent velocity component in the direction of the 2:-axi8. Now 
the skewness of a probability distribution which is not too far from a normal dis- 
tribution is commonly measured by the dimensionless ratio formed from the third 
and second moments If S is minus the skewness factor of the probability distribu- 
tion of du/dx (the minus sign is introduced because the skewness is found to be 
negative), then 



The oontribution to from the process of vortex extension is thus (from 1-0) 

directly proportional to S, evidently the rate of extension of the vortex lines is 
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related to the average over Hpace of the mean cube of the rate of extension in a 
particular direction. 

The various mathematical expressions of the vorticity equation can thus be 
written- 

(1) contribution to due to extension of the vortex lines 






(2) contribution to due to the effect of viscosity 


(2-5) 


where 




'2/lv _ 

Jo 


14 

375"^ 
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V ’ 


G = A«/‘^ 


(2 6 ) 


The form most suitable for comparison with experiment is 

Each of the terms in equation (2 7) has been measured using methods which are 
described in the following section. 


3. Experimental method 

The wind tunnel used in the experiments is in the Cavendish Laboratory , Cam- 
bridge, and was erected by Professor G. 1. Taylor and Dr D C. MacPhail It is 
a closed return tunnel designed to provide a low level of turbulence in the working 
section * The working section is initially 15 x 15 m. and is 72 in long A slight 
divergence of the walls provides nearly zero pressure gradient over the whole section 
at commonly used speeds In order to protect the anemometer wires, care has been 
taken to seal the tunnel from the outside air except at the slot used to insert the 
meshes. Turbulent flow which is approximately isotropic is produced by intro- 
ducing square mesh biplane grids of circular cylinders at the entrance to the working 
section In the absence of a mesh, the free stream turbulence (downstream com- 
ponent) is approximately 0-06 %, 

The basic measuring instrument is the hot-wire anemometer, used in conjunction 
with frequency compensation circuits m the manner described frequently in the 
literature Certain precautions are necessary in order that accurate measurements 
of the experimental quantities can be made, the most important being the use of 
wires as short as can be managed, m practice of lengths between 0 5 and 1 mm 
The hot-wires used are of Wollaston wire O'OOOi in. diameter, and are operated at 
a temperature near 160° C The compensation necessary to correct for heat lag is 
determined electrically using an mterrupter 

* Full details of the design and charactenstios of the wind tunnel are given in an un- 
published paper by D. C. MaoPhail, Royal Aircraft ESstab , Report No. Aero. 192B, 1944. 
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All terms of equation (2 7) are completely determined by A, S and O The 
measurement of u* is straightforward, but the remammg three quantities are 
determined by a method depending on the use of electrical differentiating circuits, 
and the assumption that ^ 


where x represents distance downstream from the mesh, r is the time variable for 
the velocity fluctuation recorded by the hot-wire, and V is the mean stream velocity. 
This requires that the turbulent velocities be small compared with the mean stream 
velocity, BO that the flow pattern may be considered as lemairung unchanged while 
it IB swept past the wire. From the expressions for A, S and G in terms of spatial 
derivatives we have 


A* u'^\dx} ' 


and the practical application only depends on the possibility of performing the 
differentiations electrically, which is straightforward, and of measuring the mean 
cube and the mean sciuare of a fluctuating voltage. 

Electrical differentiation depends on the use of the charging current of a con- 
denser to produce a potential drop in a series resistance proportional to the time 
derivative of the potential difference across the condenser. When substantially the 
whole applied potential difference appears across the condenser and very little 
across the resistance, then it is accurate to take the potential drop across the resist- 
ance as proportional to the time differential coefficient not only of the potential 
across the condenser but also of the applied potential The circuit used in these 
experiments (figure 2) is fundamentally similar, but uses two resistance -capacity 
stages and an amplifier stage to produce the convenient characteristics of unit 
amplification in the middle of the frequency range and an ujipei fiequcncy hmit of 
operation which IB beyond the capability of a hot- wire anemometer For the measure- 
ment of the double derivative in O the above process is simply repeated on the 
output from the first differentiation. 

It should be noted that this method of obtaining correlation derivatives from 
measurements of time derivatives of the velocity, although in principle capable of 
indefinite extension to higher order derivatives, cannot be so extended, because 
amplifier noise is a limitmg factor, and indeed makes the measurement of the double 
derivative in O very difficult at low values of the intensity of turbulence. It would 
be impossible to measure higher order derivatives with the present arrangement, 
but if there were available an improved input arrangement having a lower noise 
level, e.g. an input transformer, then some extension might be possible. 
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Two methods of measunng the mean cube have been used, the first involving 
the determination of various moments of the statistical distribution of du/9r by 
numerical integration. This distribution is obtained from an electronic ‘gate’ 
circuit passing current only when the input voltage is within a prescribed narrow 




range By varying the position of this range on the voltage scale, and by measunng 
the mean current at each position by means of a long-penod microammeter, the 
complete probability distribution of a fluctuating voltage may be determined. 

The second method is purely electronic An output proportional to the instan- 
taneous square of the input potential is obtained from a circuit depending on the 
curvature of the plate characteristic of a tnode, and is multiplied by the original 







541 


Decay of vorticity in isotropic turbulence 

input in a balanced modulator circuit, thu8 producing a current output proportional 
to the cube of the input voltage The mean value of this current is meaHured as 
before by a long-period microammeter The circuits of these two devices for mea- 
suring triple correlations are given in figures 3 and 4 and a more complete description 
will be published shortly. The first method is accurate but very tedious, while the 
direct measurement suffers from statistical fluctuations in the mean making precise 
observations difficult. The greater s|>eod of reading makes the latter method pre- 
ferable, and although similar results have been obtained by both methods, nearly 
all the results shown below are determined by the electronic method The measure- 
ment of mean squares is made with a thermo -junction and milh voltmeter. 



4 Expbrimentaij besuxts 

The measured values of u’ are plotted in figure 6 in the form (U ju*)^ against x/3f , 
where x is the distance of the point of measurement from the grid of mesh size 
and U is the velocity of the stream flowing past the grid As is usual, the time of 
decay in the idealized theoretical problem of homogeneous turbulence is identified 
with the quantity x/t7 occurnng m the experimental turbulence which is slightly 
non-homogeneous The abscissa xjM is therefore the time decay made dimensionless 
by use of the factors M and U, Experiments were mode over a range of speeds 
U = 640 cm /sec to 1280cm./8eo. and with three grids, -If = 1-27, 2-64 and 6 08 cm., 
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although only the two amaller mesh sizes were useful for the deduction of decay 
laws Figure 5 shows the experimental points to be approximately independent of 
M and U as noted by many previous workers, and to he approximately on a straight 
line for the decay range xfM = 20 to 120 Further evidence that [Uju')^ varies 
linearly with xjM will be obtained from the variation of A® with x 
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FiQuaa 6 Decay of intensity of turbulence. 

•, 17 = 043 cm. sec.”^, M = 1'27 cm , + , 17 = 1286 cm seo.-^ Af = 1 27 cm , 

O, 17 = 643 cm. sec.”i, Af = 2 64 cm 

Figure 6 shows the corresponding experimental values of A* plotted against x. 
It is difficult to assess the accuracy of the measurements, but small values of A^ 
should be treated with caution owing to the effect of finite length of the heated wire. 
It seems reasonable to infer from the figure that A* varies linearly with x over the 
decay range concerned, and that the variation does not depend on M, 

Now the energy equation (1'6) can be written 
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Thus if {U/u')^ IB proportional to (f — for some part of the decay range, the energy 
equation — which is an exact deduction from the condition of isotropy — demands 
for consistency that 


dt ~ dz ^ n ' 


(4-3) 



Ficutbe 6 Variation of A (luring decay 
• p jif = 1-27 cm , +, jlf = 2 fi4 cm,, O, Af = 6 OH cm ; 


dA" _ \0v 
'dx~ U' 


Straight lines with the slox>o lOpjU are drawn through the two sets of cxpenpiental 
points in figure 0 and since the agreement is good, it is concluded that under the 
circumstances of the present experiments n = 1 and both {U/u*)^ and increase 
linearly with the lime of decay or distance from the mesh • 

* Dry den ( 1943 ) ban concludcNi from a Hurvey of the available data that {U/u')* varies 
during decay as some power of t lying between one and two. He found the data from different 
sources not to be wholly consistent, and it is nob possible to be certain about the reasons for 
these variations Previous measuromonts of U ju* have not been accompanied b\ inoasurementa 
of A' during decay, so that the check on the decay law provided by (4'2} has not hitherto been 
used. Willie the authors therefore accept the decay law (i//u^)’(C/ as applicable under the 
conditions of the above exponments (r7Af/i'= 66xl(f'to44x 10*), it is without prejudice 
to the possibility of slightly different laws applymg under other conditions. Indeed it seems 
impossible on theoretical grounds for the above decay law to hold for indefinitely large times 
of decay. The authors hope to take up the question of the decay of energy and of the form of 
the double-velocity correlation function in another communication. 
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It follows that the Reynolds number of turbulence given by is 

approximately constant during decay (and accurately so if {Ulu')^ and vanish 
at the same value of x) and the experimental values shown in figure 7 are in agree- 
ment with this approximate relation Using these results, it also follows that the 
vorticity equation (2-7) reduces to a simple form, thus 




dt 

5iA'“riA® 


lOOvu'® 
A* ’ 


0 = + (4-3) 



J-/M 


Figure 7. Variation of during decay. 

• , i2jtf=6620, +. 11,250, 0, iJji, = 22,600, x , fljn = 46,000. 


Measurements of 8 at different distances from the grid are shown in figure 8 for 
particular values of M and U The inference from those, and other similar measure- 
ments, is that 8 does not change significantly over the decay range concerned In 
view of (2-4), the meaning of this result is that when r is small, the parabolic curve 
describing the function/(r) and the cubic curve describing the function Ar(r) maintain 
their shape and change their scale during decay by a similar factor 



545 


Decay of vorticity in isotropic turbulence 

The average value of S over the range of xjM covered by the measurements in 
each case is plotted in figure 9 against the Reynolds number of the mesh — UMjv 

Apart from changes during decay of the turbulence, and apart from expenmontal 
factors such as the background turbulence of the wind tunnel, this factor Rj^ 
uniquely determines S and all other dimensionless parameters of the turbulence; 



20 40 60 80 100 


x/M 

Fioure 8 Vanation of S ilurinK decay, 
f , iijif = 6620; = 7960, +, = 16,820, O, = 31,640. 

figure 9 does in fact suggest that the points fall around a single curve The experi- 
mental points appear indicate a slight decrease in S hh Ryj increases, but in view 
of the large range of conditions represented in the figure and the consequent scope 
for systematic errors in the measiircjments, it w'ould be unwise to be definite about 
this tendency Failing more certain evidence to the contrary, it will be assumed that 
S is an absolute constant, independent of Ryf over the range 5-5 x 19^ to 4-4 x 10^ 
with the value 0 39, which is the average of the S values of the points shown in 
figure 9. 

Measurements of O at different stages of the decay process are shown m figure 10, 
and demonstrate that O may also be regarded as constant dunng decay However, 
O is not independent of the mesh Reynolds number and in figure 11 the average 
value of O during the decay is plotted against Rj^, = u'Xjy The Reynolds number 
Rx is used here instead of R^ since the relation between G and R^ is evidently 
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approximately linear. The relation between the two Reynolds numbers is easily 
deduced from the experimental fact that 



18 approximately independent of i e. is proportional to The sinf^le point 
indicated in figure 11 is the value of O obtained by Taylor (1938) from measure- 
ments of the shape of the correlation function /(r) near the origin, and is consistent 
with the present measurements 



0 20 40 60 60 

Rx-u'kjv 

Fioubb 11. Variation of Q with 

+ , Expenmontal ; Result of O. I Taylor, ,C7 = with S 0'30. 

Also shown in figure 1 1 as a full curve is the value of O deduced from the measured 
value of S, viz. 0-30, and the vorticity equation (4*3) The agreement between this 
relation for O and the direct measurements is quite reasonable in view of the many 
separate measurements involved The exact value of S is of considerable interest, 
and to this end it is worth notmg that a value of S other than 0 39 would not give an 
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agreement between the points and the line in figure 1 1 which is significantly better 
The general agreement with the vorticity equation (4 3) is a confirmation, in the 
first place, of the assumption of isotropy of the turbulence behind a grid and of the 
mathematical deductions from isotropy, and in the second place, of the consistency 
of the measurements of the four quantities A, 8 and Q, 


6 DiaCUSHTON OF BJflSULTS 


If the results descnbed in the preceding section are accurate, there is available 
some very interesting mformation on which to base physical theories of the 
mechanism of turbulence It will always be wise, however, to keep in mind the 
conditions under which the information was obtained; the range of grid Reynolds 
numbers and the range of (non-dimensional) decay times are the important factors. 
Some of the more direct deductions from the experimental data are indicated here 
(a) Since O and have all been shown to be approximately constant durmg 
decay, it follows from (2 7) that the rate of production of due to diffusive 
stretching of the vortex tubes, and the rate of dissipation of w'® duo to viscosity, 
are each proportional to durmg the decay process. The difference between these 
two rates gives which is likewise proportional to w'® and we must therefore 

have 



= constant, 


(5-1) 


as indeed is required by the linear dependence of (Uju^Y ^ ^ follows 

that the ratio of the rates of production and dissipation of is constant, and the 
vorticity balance is essentially the same at all stages of the decay This fact provides 
support for theories which maintain that there is a dynamical similarity, at different 
stages of the decay process, of those aspects of the turbulence which control the 
vorticity balance (Kolmogoroff 1941; Batchelor (in the press)) 

The ratio of the contribution to doj'^ldl from viscosity to that from vortex extension 
is 20jRj^^S, and using (4 3) with the value S = 0 39, this becomes 


The effect of viscosity is thus always the greater, and for the range of conditions of 
the above experiments, exceeds the effect of vortex extension by an amount ranging 
from 36 to 100 % 

(b) In view of the attempts of v. Karman & Howarth (1938) and of Dryden (1943), 
to deduce the laws of decay of turbulence from the assumption that the various 
correlation functions /(r), k{r), etc , are functions only of rjl, where 1 is a length 
which may change during decay, it is of interest to note that the measurements show 
Of =fo^l{fo )^9 to be constant during decay. Thus i£f{r) is expanded in powers of 
r®, the terms as far os r® are of a form consistent with the assumption of preservation 
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of the shape of the double velocity correlation function during decay. From the 
experimental result S = — = constant, it follows that the triple velocity cor- 

relation function also has the form kirjl)^ where I is the same length parameter as 
occurs in the double \^elocity correlation function. 

(c) If the result that 8 is an absolute constant be assumed to hold for indefinitely 
large values of (for theoretical support of this assumption, see Batchelor (in the 
press)), then at large Reynolds numbers equation (4 3 ) approximates to the form 

0 = (5 2) 

This approximate equation corresponds to the statement that the rates of dissipa- 
tion and production of vorticity are both large compared with their difference. The 
point of interest is that for large values of 

AVi^ (5 3) 

\Jq) 

This asymptotic dependence on Rj^ can be given a geometrical interpretation. 
For representing /(r) near the origin by a limited jiower series m r*, 


and the sloiie at the point of inflexion of the curve given by (5-4) is 


/ 8/\ 

2 y 


UvAv ■ 

\ M/ ^-^0 



Since Jf/A is proportional to R\^, the expression on the right varies as R\i when 
Rj^ IS large The meaning of this result is that, as Ry^ ->oo, the slope of tlie correlation 
curve immediately outside the region near the origin where it is parabolic increases 
indeflnitely Smee XjM -> 0 os Rj^^ ->oo, the parabolic region becomes small and the 
correlation curve therefore becomes cusp-like at tlie origin as the Reynolds number 
becomes large 

In a paper already quoted, Taylor ( 1938 ) made the contrary assumption that 
the slope of the correlation curve f(r) immediately outside the parabolic region 
remains unchanged as the wind speed U increases From this it was deduced that 
A^/q’’ is proportional to U and that is proportional to f/®. Since the total rate 

of change of (i>'^ can be written 


dt 





M 






Taylor concluded that the ratio of the rate of dissipation of vorticity to total rate 
of change in w'* vanes as U when U is large The result of the present pajier is (from 
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(6 3)) that proportional to M~^ and thence that the two contributions 

to dio^^jdt are each of order higher than their resultant when is large, as m 
fact IS evident from (4-3) 
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tion of 1 85 1 and a scholarship provided by Emmanuel C-ollege Both authors received 
supplementary grants from the Science and Industry Endowment Fund, Australia 
Component parts of the apparatus for measuring the turbulence were purchased 
with money from a grant provided by the Aeronautical Research Council. 


RKFEnENCJflS 

llaicbelor, (1 K Proc Camh Phil *Sor. (m thr Prf*Hfl) 

Dryrlen, H. I, 1943 (Jiuirt. Appl Mdih 1, 7—42 
Karmiin, T v 1937 «/- Aerft. Sci 4 , 131-138 

Kurninri, T v. & Howarth, L 1938 Proc Roy Soc A, 164 , 102-215 
Kolinogdrofr, A N 1941 C R Acful Sci if.iS’ 30, 301-305. 
Tuylor, G 1 I93S Proc Hoy Soc A, 151, 421-478. 

Taylor, G I 1938 Proc Roy Soc A, 164 , 1.5-23 



Measurements in the turbulent wake of a cylinder 

By A A Townsknd, Emmanuel College, Cambridge 
{Communicated by Sir Geoffrey Taylor, Fli.S — Receimd 17 December 1946) 


An experimental Htudy haa been made of the conditiuiiH in the turbulent wako behind a 
cylinder in on air stream at cylinder lle 3 mo]dn niiinborH between 100 and 7000 The ineaHum 
menta include tlie mean velocity dintribution, the distribution of the three coiiipODenta of 
turbulence, the statiatical distribution in time of the turbulent velocity coniponentH, and the 
correlation derivatives in the downstream diroction fur both the lonKiiuiliiial and transverse 
correlations It is shown that tlie intensities of the tliree components of turbulent velocities 
are nearly eqiuil except at the centre of the wake, whore the balance between visi^oiis decay 
and diffusion from the rcf^ions of shear msults in a considerably (creator intensity Tor the com- 
ponent at right angles to the direction of Aow and also to tlie axis of tho cylindor, i o in the 
direction of diffusion of turbulent energy An analysis of the energy in the wake proves that 
comploto dynamical similarity in tho wake, if it is ever attamed, does not occur closer to the 
cylinder than 1000 diameters, and that the viscous dissipation of energy can be described 
in terms of a length parameter, nearly constant over the width of tho wake and approximately 
equal to the measured value of Taylor's scale of micro turbulence. 


Inthoductton 

Theoretical descriptions of conditions m non-uniform turbulent flow have been 
made, usually m terms of mixture-length theories which arc based on the analogy 
between tlie turbulent motion of a fluid and the random motion of gas molecules 
It IS evident that w'hile the assumptions made m these theories may lead to predicted 
mean-velocity distributions agreeing closely with observed distributions ((Gold- 
stein 1938), because of the discontinuous nature of the assumed processes, it is 
impossible to obtain from mixture-length considerations any description of the 
turbulent motion m tho wake, apait from the eddy shearing stress and the diffusive 
properties This emphasis on the jnoperties of the mean flow is a reflexion of the 
comparative lack of information on the turbulent intensities in the wake, and the 
only theoretical investigation using the methods of the statistical theory of tur- 
bulence IS that of Hu (1944), To solve the problem, Hu uses many assumptions 
which though mathematically convenient are not nocessarily accurate, and more 
detailed information on the turbulence is necessary to guide such investigations 
The object of this paper is to record a fairly detailed study of the fully developed 
turbulent wake behind a circular cylinder in a low-turbulence air stream Measure- 
ments of the intensities of the three oomponeiits of turbulence have been made over 
a considerable part of the wake, and some measurements of coi relations and statis- 
tical distributions ot velocity components are also included. 

Experimental method and eqi ipment 

The measurements were made in a small wind tunnel of the closed return type, 
using a fine gauze followed by a settling length and a rapid contraction to obtain a 
low-turbulence air stream At the entrance the working section is 16 x 16 in,, and 
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extends for 84 in The average value of the downatream component of turbulence 
is 0'07 % and of the cross-atream component 0-14 %. Further details of the tunnel 
are given by MaoPhail (1946). 

Turbulent velocities were measured in the usual way with a hot-wire anemometer 
m conjunction with an amplifier compensating for the time lag in response of the 
hot-wire. For measurements of the downstream component, a simple wire at right 
angles to the air stream was used, 0-00025 cm diameter and about 1 mm. long For 
cross-stream components, pairs of wires of similar dimensions were used, arranged 
m the form of a V. Such wires are easier to construct than the X-form, but possibly 
are slightly less accurate, due to the larger sensitive volume, and consequent errors 
in the measurement of small-soale turbulence. Intensity measurements are made 
in the usual way with a thermo-junction and a millivoltmeter 

Correlation derivatives are measured from the analysis of a hot-wire output by 
an electrical differentiating circuit Smee the turbulent velocities are small compared 
with the stream velocity, one may assume 

du _ I du 

where 11 is a velocity component at a fixed pomt, x is measured parallel to the mean 
stream velocity, U is the mean stream velocity, t is time. It is easily shown that if 
B^{x) is the correlation function between the instantaneous values of u at positions 
X apart on a line parallel to the direction of the mean stream, 



and BO /duY 

1 \di) 

lx* 17* ^ " 

Electrical differentiation with respect to time of a fluctuatmg potential depends 
on the relation that the charging current of a condenser is proportional to the time 
derivative of the potential difference across the condenser, and the production of 
a voltage proportional to this current across a resistance m senes with the condenser 
(Townsend 1947). 

To measure the statistical distnbution in time of a velocity component, an 
electronic analyzer has been used A valve circuit is arranged so that current is 
passed through a microammeter only when the applied voltage is within narrow 
fixed limits. If this applied voltage is the sum of a variable but known steady poten- 
tial and the appropriate anemometer output, then the moan microammeter current 
is a measure of the probability that this sum should lie within the limits, and the 
complete distribution may be obtained by varying the steady potential (Townsend 

1947)- 
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Results 

Intensity measurements of turbulence were made over a range of cylinder 
Reynolds numbers from 100 to 7000, but, as within this range the turbulence 
distributions were essentially similar sufficiently far downstream, comprehensive 
measurements have only been made in the wake of a 1-12 mm. diameter cylinder, 
at airspeeds of 600 and 1120cm.sec Specimen distributions of the root-mean- 
square intensities of the throe components and of the mean velocity across the wake 



Figuhe 1. Disbnbution at 91 diameters. 

are plotted in figures 1 to 3 The direction of u is taken as parallel to the mean flow, 
of V at right angles to the plane of the wake, and of w parallel to the axis of the 
cylinder The rapid development and stabilization of a characteristic shape of 
distribution is evident. 

The statistical distributions in time of the velocity fluctuations have been deter- 
mmed, and it is found that except close to the edge of the wake, the distributions 
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are very nearly Gaussian as m isotropic turbulence The distribution of u at the 
edge of the wake is skew, as is easily seen in figure 4 In this diagram, for each curve 
the vertical and horizontal scales have been arbitrarily adjusted for easy comparison 
of the forms. 

To establish a length connected with the scale of turbulence, measurements of 
d^RJdx^ and d^R^jdx^ have been made in the wake In figure 5, the variation across 
the wake is represented, and both these quantities are seen to be nearly constant 



Figuhb 2. Distribution at 180 diameters. 


over the whole wake, d^RJdx^ being nearly twice d^RJdx^, as it would be if the 
turbulence were isotropic. In figure 6, the variation of three lengths associated 
with the wake at a fixed distance downstream are plotted against distance, that is, 
Ay, d and I, where 1/A* = — 9*iZ„/8j;*, d is the half-width of the u' distribution, 
I is twice the half-width of the mean velocity distribution. 

For a comparison with the theory of complete similarity, the squares of these 
lengths are plotted against x, the distance downstream from the cylinder 

Briefly, the results may be summarized 

(a) Beyond 100 diameters downstream, a characteristic distribution of tur- 
bulence across the wake is attained, marked by a pronounced central minimum m 
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the u* and w' distributions but not in the 1 / distribution, and approximate equality 
of these components outside the central region 

(6) The ‘microscale of turbulence’ represented by A„ is approximately constant 
over the greater part of the width of the wake 



FiQUHfl 3 Diatribution iit 725 diampters. 

Figures 1 to 3 {/q = sec = 1 12 mm , 

0, mean velocity; u component, -J- , v componoiit x . w ciinipone.it 

(c) The statistical distributions in time of the velocity components are nearly 
Gaussian except that of u at the extreme edge of the wake 

(d) The turbulence Reynolds’s number based on the moan turbulent velocity" 
and the width of the wake is approximately one-third of the cylinder Reynolds 
number. 



probability 
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Fiouak 4 Staiiatical diatnbution of turbuJenl velocity 



ym 

FiocBX 5. Variation of correlation derivatives m the wake. 
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Figuhb 6. Change in breadth of the wake. 

Discussion of besitlts 

From these results it is possible to calculate the total kinetic energy of the tur- 
bulent motion and the total kmetic energy of the mean flow m the wake at various 
points In figure 7 the variation of the integrals, and with position is repre- 
sented, where 

/r = J_ ^ “ (0"rve I). 

/jf = dy (curve II) 

are measures of the energy in the mean stream and in the turbulent motion. 
Initially, Ij, is larger than but the relative proportions of turbulent and mean 
flow energy change continuously, approaching in the limit the ratio 
(figure 8). This final value is only attained very slowly Complete equilibrium only 
occurs at distances in excess of 1000 diameters downstream. In view of this, it is 
rather surprising that properties of the mean flow appear to be stabilized after 
possibly 100 diameters, where the present experiments show that conditions are 
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rapidly chanf^ing (Goldstein 1938) Tt ih evident that although the wake is not similar 
in detail in the region 100 to 1000 diameters downstream, some mean property 
must exist to replace the postulated turbulence field used in the transport theories 
A suitable quantity, as far as the numerical variation is concerned, is the total 
kinetic energy (Ij, + /^/), which is proportional to u-l, and behaves m a suitable 
way to leplace the arbitrary mixing length, i e it is proportional to It is not 
suggested that the correspondence of (/^ + Ij^t) f assumed turbulent intensity 
IS exact, but the correspondence over the transition period is rather striking 



Fiouhb 7, Dissipation of energy in the wake Wire diameter 1 12 mm , Uq = 560 om sec 


By analogy with the equation for the dissipation of energy in isotropic turbulence, 
one may write 


where A* is an eiTeotive ‘scale of microturbulenoe’. Then A, may be calculated from 
the relation 


A2 = 



X 

V 
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deduced^ using tho experimental knowledge that the magnitude of + 
proportional to is then found to be approximately equal to os shown in 

Hgure 10 

From these measurements, it jh possible to calculate the shear stress across the 
wake, and then to calculate correlation coefficients, across the wake The results 
for one value of x are presented in figure 9 


1 6 r 



Ficure 8 Knorgy rolntionn in tlio wake D = I 12 min , T/ = 1120 cm see 


The particular distribution of the velocity components of turbulence across the 
wake found in the experiments may be made to appear reasonable on (qualitative 
grounds The procossoH occurring are the conversion of the energy of mean flow into 
turbulent energy by diffusion along the velocity gradients on each side of the wake 
centre, and tlic diffusion of the turbulent motion inwards toward the centre of the 
wake and outwards toward the undisturbed fluid, these parts of the fluid forming 
sinks of turbulent energy Thus the turbulent intensity at tho wake centre is derived 
solely from diffusion of turbulent energy from the regions of shearing motion This 
diffusion takes place by movements of small bodies of fluid m the y direction, and 
since transport of turbulent momentum itself demands the presence of momentum 
in the y direction, but not necessarily in any other direction, it is not unlikely that 
the turbulent momentum diffusing from the regions of energy production should 
have a predominant component in the direction of diffusion The transfer of momen- 
tum components at right angles to the direction of diffusion will depend on the degree 
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of association of these components with the diffusive momentum component, and 
the tendency toward isotropy of the turbulent field. Now in the wake, diffusion 
toward the centre is carried out by movements in the y direction, and consequently 
the transport of v fiuctuations will occur more rapidly than the transport ofuovw 



FiauRR 9 Variation of correlation ooefficiont 
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fluctuations, and it is therefore not unreasonable that at the wake centre the 
intensity of v fluctuations should be considerably larger than the intensities of u 
and w fluctuations Similar arguments show that the breadth of the ?/ distribution 
must be greater than that of either the u* or the w* distribution, a result also observed 
in these experiments. 


Conclusions 

The turbulence in the wake of a cylinder is rather more complex than has usually 
been assumed in existing theory, and the transition distance during which the final 
stable configuration is approached extends for nearly 1000 diameters Partial 
stability occurs after 100 diameters for the characteristics of the mean flow, but this 
is not reflected in the turbulent field, which remains in the transition state In the 
final state, the turbulent motion is small compared with the mean flow 

The theoretical investigation of Hu, although it predicts velocity and tem- 
perature distributions with reasonable accuracy, does not explain the observed 
distribution of turbulent intensities across the wake. 

An interesting coincidence is the approximate equality of and A^, which is 
particularly significant in view of the notion of local isotropy used by Kolmogorofl' 
(1941 a, b), in hiB recent work on correlations in turbulent flow This would imply 
that the assumptions made by Kolmogoroff may bo valid for the wake 

It is evident that the conditions in the wake are more complicated than has been 
assumed, and that further experimental study is necessary for a complete under- 
standing of the processes involved. 

I wish to thank Sir Geoffrey Taylor for his advice and encouragement during the 
course of this investigation I am also indebted to the Royal Commission for the 
Exhibition of 1851 for an Overseas Scholarship, and to the Aeronautical Research 
Committee for a grant towards the cost of the turbulence measuring equipment 
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The vibration spectrum and molecular configuration 

of 1 : 4-dioxane 

By D A. Ramsay, Ixihoraiory of Colloid Science, University of Cambridge 
{Commumaited by E K Rideal, FR.8 — Recei'ued 1 January 1947) 


The Hymmefcry properties and seloction nilea for the normal vibrations of 1 4-dioxano have 
been derived for all possible Hymmetnes of the molecule The numbers of frequencies observed 
in the infra-red spectrum of the vapour and Raman spectrum of the liquid are shown to be 
inconsistent with structiires of low symmetry While the number of observed Raman fro- 
quenoies do not distinguish between the * chair' and planar conflgii rations, the number of 
observed mfra red frequencies slightly favours the * chair* structure The twelve vibration 
frequencies of the ring have been calculated for the ‘chair’ struLburo using a simple valency 
force field with four force constants Seven of the calculated frequencies agree with the 
observed frequencies to within 1 %, and two frequencies agree to within 3 to 4 %. Of the 
three remaining frequencies, two are active in the infra-red spectrum but are too low to bo 
observed with prisrn spectrometers, while the third is active in the Raman spectrum hut has 
nob been experimentally observer!. These three frequencies, ho\«over, agree satisfac tonly m ibh 
the corresponding assignments for cyclohexane The stretching i onstants of the (%C and C-O 
bonds, viz 3 7 x 10* and 4 46 x 10* d 3 mes/cm , were found bu lie the same ns for cyclohexane 
and dimethyl ether respectively 


Introduction 


In an earlier communication (Ramsay & Sutherland 1947) the physical evidence 
for the structure of the cyclohexane molecule was shown to favour a ‘chair’ con- 
figuration, and a satisfactory interpretation of the ring frequencies of the molecule 
was obtained by applying a simple valency force field In this paper the results of 
a similar investigation of the structure of the dioxane molecule are presented 
The five possible ring structures for the dioxane molecule are (1) a planar con- 
figuration with symmetry (n) a ‘chair’ or tmTi^-configuration with symmetry 
f 'jA, (ill) a symmetrical 'boat' or cid-configuration with symmetry C^, (iv) an un- 
symmetrical ‘boat’ or ctd-configuration with symmetry (v) an irregular con- 
figuration with no symmetry elements 



w 

unsym. boat 


O, oxygen atom 


FioT7RB 1 


•, carbon atom 


X-ray data for the structure of the dioxane molecule appear to be lacking, hut 
the electron diffraction data of Sutton & Brockway (1935) showed that the molecule 
exists predominantly in the 'chair’ form. Assuming all the carbon-bond angles to 
bo tetrahedral and the C-C bond length to be 1-54 A, they obtained values of 
1 46 + 0'04 A for the C-O bond length and 110 + 6° for the oxygen-bond angle. 

[ 562 ] 
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The dipole moment of dioxane has been measured by several workers. The early 
measurements of S&ngewald A; Weissberger (1929), Wilhams (1930), Smyth & Walls 
(1931), Hunter ft Partington (1933) and Bbeseken, Tellegen ft Henriquez (1935), 
gave values ranging from 0 to 0-46 D which, however, were indistinguishable from 
zero by the methods used. Schwmgel ft Greene (1934) showed that the total mole- 
cular polarization of dioxane vapour was independent of temperature, indicating 
a zero dipole moment for the molecule, but these results were not confirmed by Kubo 
(^93^) Later measurements by Vaughan (1939), using the liquid, however, confirmed 
the conclusions of Sohwingel ft Greene (1934) Hence the dioxane molecule must 
exist predominantly in the highly symmetrical planar or ‘chair’ contigurations, 
and the less symmetncal stnictures, if present, must exist m very small proportions 

The different symmetries of the above structures enable them to be distinguished 
further by the different numbers of fundamental vibration frequencies active in 
the infra-red and Raman spectra and by differences in the states of polarization of 
the Raman hnes. This spectroscopic evidence for the conhguration of the dioxane 
molecule is discussed in the following sections An attempt is then made to calculate 
the vibration frequencies of the dioxane ring using a simple valency force field and 
hence derive information concerning the strengths of the C-C and 0-0 bonds in 
the molecule 


Expehtmuntal 

The infra-red absorption of dioxane between 1500 and 700 cm m the vapour 
and in the liquid was measured using a Hilger 0200 double-beam spectrometer 
with a rock-salt prism. The dioxane was dried over sodium and distilled through a 
Fenske column, the constant-boiling middle fraction being used The vapour 
absorption was measured using a 25 cm. cell with rock-salt windows Liquid dioxane 
was contained in a small side bulb, the vapour pressure in the cell being determined 
by the temperature of the bulb. To prevent condensation of dioxane vainnir on the 
rock-salt windows, the cell was heated electrically and maintained at a higher 
temperature than the bulb The absorption curves for different pressures of dioxane 
vapour are given in figure 2 and the frequencies are listed in table J . Pressures up to 
200 mm Hg were investigated, but the only additional band which began to appear 
was a very weak 740 cm frequency 

The absorption of liquid dioxane was measured using a rock-salt cell of thickness 
0-01 mm. The frequencies agreed well with those observed in the vapour but were 
slightly displaced to lower frequencies By comparing the absorptions of the liquid 
and the vapour it is seen that the 1042 and 1006 cm ~ ' frequencies in the s^ioctrum 
of the latter arc P and B branches of a band with a strong central Q branch at 
1064 cm Similarly, the vapour bands at 1460 and 1461 cm are due to rotational 
contour of a single band. The 880 and 889 cm.“^ frequencies m the va|)our specti urn, 
however, are distinct vibrational frequencies corresponding to the two frequencies 
at 874 and 887 cm in the liquid spectrum By increasing the absorption path of 
the liquid to 0-25 mm four additional weak frequencies were observed, viz 1020, 
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763, 735 and 711cm The 736om.~^ band correeponda to the 740cm.~^ frequency 
observed m the vapour spectrum at higher pressures That these bands were not 
due to small traces of impurities was confirmed by using an independent sample of 
dioxane when the frequencies again appeared with equal intensity. 



Fioubig 2. Vapour (a) presaure 30 mm. Hg, temp. 30*^0 , (6) presauio ~ 3 mm Hg, temp 20° C; 
(c) preasure 200 mm. Hg, temp. 100° C. Liquid (d) 0-01 mm. oell; (e) 0-26 mm. cell. 


The frequencies listed in table 1 agree to + 3 cm with the earlier measurements 
of McKinney, Leberknight & Warner (1937). These authors, however, did not 
observe the weak bands between 700 and 860 cm and did not record the 1327 cm 

vapour band as a separate frequency though thoir curves show a shoulder in this 
position They investigated the region 2*27 to 3-72^ with a pnsni-gratmg spectro- 
meter of high resolving power and found four frequencies in the spectrum of the 
liquid These frequencies were also observed in the vapour spectrum where they 
all showed a P, Q, /{ structure with a strong central Q branch These frequencies 
were confirmed by Fox & Martin (1938) and are included in table 1. 

No data are available for the Raman frequencies of dioxane in the vapour, but 
the Raman frequencies in the hquid have been reported by several authors. The 
values quoted in table 1 are taken from a summary by Kahoveo & Kohlrausch 
(1937) of all earlier measurements. 


Symmktry properties 

The dioxane molecule possesses 3 x 14 — 6 = 36 normal modes of vibration which 
may, to a first approximation, be described as 8 C-H stretching vibrations, 4 H-C-H 
bending vibrations, 12 )CHg rocking and twisting vibrations, 6 C-0 and C-C 
stretching vibrations and 6 C-O-C and 0-C-C bending vibrations The frequency 
ranges in which these various types of vibration may be expected to appear is 
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Table 1. Infra-red and Raman frequencies of 1'4-dioxanb 


infra-red (cm 

-•) 


RonoAn (cm.~^) 

vapour 

hquitl 

liquid 

7407 

711 (0) 

735 (0) 

432 (3) 

485 (4) 

B80 

763 (0) 

874 (S) 

835 (10) 

852 (0) 

8SQ 

887 (7) 



1020 (Os) 

1014 (0) 

P 1042«1 

Q 1054 } 

1050 (6) 


R 1060 1 

1087 

1086 (7) 


1136 

1124 (8) 

nil (3) 

1125 (3) 

1202 

1256 (7) 

1216 (4) 

12B2 

1290 (5) 


13275 

1324 (Is) 

1304 (7) 

1331 (0) 

1370 

1367.(3) 


14501 

1451 (5) 

1443 (6) 

1461/ 


1457 (2) 

2803 

2855 

2003 (0) 

2710 (2) 

2858 (8) 

2898 

2891 

2890 (3) 

292 L 

2017 


2970 

2001 

2067 (9) 

8 denotes unresolved slioulder 

3074 (1) 

Figures in parentheses denote relative intensities of bands. 


known from a study of simpler molecules The symmetry classes of the normal 
vibrations may be derived by the methods of group theory for the various symmetries 
of the dioxane ring These are given in table 2 together with the infra-red and Raman 
selection rules and the polarization properties of the Raman lines. 

The different structures may now be distinguished by the diflercnt numbers of 
fundamentals allowed in the infra-red and Raman spectra These are summarized 
in table 3 and compared with the numbers of observed frequencies 

It iB seen that the less symmetrical structures could only be permitted by pos- 
tulating that several of the frequencies had not been observed In view of the care 
taken to find weak bands in the infra-red spectrum, this explanation is unlikely 
Moreover, only occasional coincidences are observed between the experimental 
infra-red and Raman frequencies indicating that the selection rules are mutually 

36-2 
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Tablk 2. 

lype of vibration and 
frequency miqfe (cm -') imqfular 

Symmetry classes of normal viBRATioNa 

unaym. 

boat, C, sym boat, rlioir, G,j^ Iilanar, D,|^ 

A // Ai A. B, Ag A^ ff, If„ A, A„ 



6 C-H afcrotchirig 

6 

4 4 

2 2 

3 

2 

2 

2 2 

2 

'l 1 


1 

1 

1 

1 

1 

2800 to 3000 

















4 ll-C-H bending 

4 

2 

2 

1 1 

1 

1 

1 

1 1 

1 

1 C 

1 1 

0 

0 

1 

0 

1 

13fi0ta 1000 

















12 >CH| rotkinR and Lwuliiifl 

12 

0 

6 

3 d 

A 

d 

J 

3 3 

3 

1 S 

! 1 

2 

2 

1 

2 

1 

760 to 1360 

















6 G-C and C-O stretching 

6 

3 

3 

2 1 

2 

1 

2 

2 1 

J 

2 C 

) 1 

0 

0 

1 

0 

2 

760 to 1350 

















6 O-C-C and G-O-C bending 

e 

4 

2 

2 2 

0 

2 

2 

1 1 

2 

1 

L 1 

1 

0 

1 

1 

0 

<750 

















selection rules 

iix 

JJl 

IR 

IR — 

IR 

IR 

— 

IR — 

IR 

— - 

- — 

IR 

— 

IR 

— 

IR 

Iff 

R 

R 

k R 

R 

R 

n 

— R 

— 

R - 

- R 

— 

R 

— 

R 

— 

polanzation of Hanian lines 


P 

D 

r n 

/J 

D 

p 

P 


P 

D 


I) 


D 


fit. 

iufra*rud i 

Ktive 

, E, Roman ocUve, 

D, depolonzed line , / 

’, pvlanzed line 







Table 

3 

Numbers of active fundamentals 








2800 

to 3000 

13S0UI IfiOO 


750 to 1360 


<750 





cm 



cm 

^-1 


cm 

1 


cm 

1 ' 





IR 


R 

IR 


R 


IR 


R 

IR 



R 



irregular 

8 


8 

4 


4 


18 


18 

0 



0 



unsym boat 

8 


8 

4 


4 


18 


IS 

e 



6 



Byrn. boat 

6 


8 

3 


4 


14 


18 

4 



e 



chair 

4 


4 

2 


2 


9 


9 

3 



3 



planar 

3 


4 

2 


2 


7 


Q 

2 



3 



obsorved 

4 


3 

2 


2 


8 


8 

— 



2 




exclusive and that the molecule possesses a centre of symmetry H^nce it is neces- 
sary only to distinguish between the ^ chair ' and planar configurations The numbers 
of Raman active fundamentals are the same for the two structures and hence fail to 
differentiate between them. The structures could be distinguished by the different 
polanzation properties of the Raman lines, but no satisfactory measurements are 
available The structures may be distinguished, however, by the numbers of funda- 
mentals active in the infra-rod spectrum In the region 2800 to 3000 cm."^ four well- 
defined bands have been observed in the spectrum of the vapour in agreement with 
the number allowed by the * chair ’ structure The two frequencies observed between 
] 360 and 1500cm agree with the number allowed by both the 'chair’ and planar 
configurations and hence do not distinguish between them. In the region 760 to 
1350 cm of tho vapour spectrum eight separate vibrational frequencies have 
been observed, though one of these frequencies, viz 1327 cm appeared only as 
a weak unresolved shoulder Two additional bands, viz 1020 and 753 cm appeared 
in the spectrum of the liquid, but these may be due to violation of the selection 
rules which is well known in the liquid state. Indeed, the former frequency may 
correspond to the strong Raman frequency at 1014cm Hence the number of 
frequencies observed in this region does not distinguish conclusively between the 
two structures The lack of experimental data below 760 cm prevents a com- 
panson in this region 
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Thus although the nuinl>ers of infra-red and Raman -active fundamentalH are 
not consistent with structures of low symmetry, unless present in small amounts 
which escape spectroscopic detection, the evidence does not differentiate con- 
clusively between the ‘chair’ and planar configurations. The appearance of four 
well-defined infra-red bands in the region 2800 to 3000 cm however, favours the 
‘chair’ structure. 

Valency force treatment 

The vibration equations for the ‘chair’ configuration of the dioxano molecule 
have been obtained using the vector method developed by Eliashcvich (1940). The 
dioxane molecule was treated as a system of six mass points, /r, n, situated 
at the vertices of a puckered hexagon (figure 3) AH the bond angles y were assumed 
to be tetrahedral (109° 2K‘) in agreement with the electron diffraction data 
Applying a simple valency force field to the molecule, the potential energy V was 
expressed by the equation 

V = \ Ya J 

u i 

where = change in the bond length Sy and ot^ — change in the bond angle 



Fiottrb 3. Wfl, nift, inasseti of the O atom and CH, group respectively lengths of the 

C-O and C-C bonds Jkg, kt, stretching constants of the C-O and C-C bonds. Cg, c^, deformation 
constants of tlie C-O-C and 0-C-C bond angles 

The equations of motion, viz 9^ and a^, were then derived by the methods of 
Eliashevich ( 1 940) Substituting 

9o = and = (af)o«*'. 

equations in 1^ were obtained whose roots determined the normal vibration fre- 
quencies of the molecule These equations were considerably simplified by a know- 
ledge of the symmetry co-ordinates of the normal vibrations which were donvod by 
the methods of group theory as follows 

Thp symmetry operations which leave the ‘chair’ configuration of the dioxane 
molecule unchanged are 

(а) The identity operation, /. 

(б) Rotation of ± tt about the twofold axis, f\(z). 

(c) Reflexion across the plane of symmetry perpendicular to the twofold axis, 

(d) Inversion about the centre, t. 

The symmetry properties of the various classes of vibration with respect to these 
symmetry operations are given in table 4. 



568 


D. A. Ramsay 

Table 4. Symmetry properties of normal vibrations 

class / Ca(2) * selection rules 

-4, + + + + JJ 

+ + — — IR 

Bg + — — + 

f#u + “• + “ IR 

+ ayimnetncal ; — antisyinmetncaJ. 

The geometric forme of the normal vibrations were obtained using these symmetry 
relations and the property that all the normal vibrations must be mutually ortho- 
gonal These are given in figure 4 

0 D --O; 

class Ag 

o o o 

class Au 

O O- 

class Bg 

■O' 41-0^ 

class Bu 
Figure 4 

The symmetry co-ordinates were obtamed by expressing these vibratiohs in 
terms of q and a and are given in figure 6. 



Figure 5 
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By substituting these symmetry co-ordinates into the equations for and 
the vibration equations wore obtained. It is convenient here to introduce the 
following abbreviations: 

c = cosy, s = Biny, M h " , 



L — ^ 

L - ^ L - ^ L 

1 




* wifca*’ • wiftaj’ ^ 

' “ m,a^at‘ 

t 

Ml = 2 «®Xj, 

M, = IcJtfi, 

Jf,-- 

sLi 8 „, 

Ml = -aLg. 



Jfg = ilf-cZ/i8*, 

+ I'a) Sfli 

Jlfg = -^ 4 )^rt» 

JWj = Mj aljiS^, 

-^10 ~ 

Jl/u = 2(l-c)Li-h2L,, 



= ( 2 X,, + + L.) + \c{Li - 2 Li), 

Ml, = -HLi + Li + 2 Li - cLi), Mil = Jf„ - (2 + c) 



“ -^ 13+ (2 + C) Xj, 


M„ = Mii + {2 + c)Li. 

The vibration equations may then be expressed in 
follows 

the determinant form as 

Class 

— V*), 


CbM, 

= 0 


2 k^Mi, 

{kf,M^-P% -CflJfi, 

2 c^Mi 



2 k^Mi, 


2 cjJlfn 



: KM,. 

^6-^/4! (^( 

ftMij-r*) 


Class 

1 (KM, 


1-0. 







Class 


Class 


= 0. 


{k^M^ — v^)j ^6^10 

2k^ -flfg, (Cj, -Sfii — y*), 2c^ JI/^3 


^a-®^10» 




ha» 




= 0. 


These equations were checked by putting = m, 5,, = — a, = k^ = k 

and — c, when it was found that the equations reduced to the earlier equa- 
tions for cyclohexane (Ramsay &; Sutherland 1947) m the following manner 


dioxane 

cyclohexane 

A, 

— ► Ai^ -ffjj 

A, 

— ► A^^ . 

B, 

— ► A^g^E^g 

B. 

— ► -dm-iC^ia 
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Assignment of frequencies 


Before attempting to evaluate the vibration equations it is helpful to consider 
the evidence which can be derived from the states of polarization of the Raman 
lines, the contours of the infra-red bands and the corresponding assignments for 
cyclohexane Unfortunately, no satisfactory polarization measurements are avail- 
able to assist the assignment of the Raman frequencies, but it is almost certam that 
the intense Raman line at 836 cm is the totally symmetrical class ‘ breathing ’ 

frequency (cf the strong cyclohexane frequency at 802 cm.'^). Since the dioxane 
frequency is slightly greater than the cyclohexane frequency despite an increase in 
the mass of the molecule, this would imply that the stretching constant of the C-0 
bond iH greater than the C-C value for cyclohexane The doubly degenerate class 
Raman line at 426 cm. in cyclohexane is split into two component lines at 
430 and 464 cm in the Raman spectrum of tetrahydropyran (Kahovec h Kohl- 
rausch 1937) This splitting in the case of dioxane probably corresponds to the 
observed Raman lines at 432 and 486 cm.^^ Again, the increase in frequency from 
cyclohexane to dioxane suggests that the deformation constant for the C-O-C bond 
angle is somewhat greater than the C-C-C value for cyclohexane Since the class 
vibrations for cyclohexane spht into class apd class Bg vibrations for dioxane, 
and, moreover, since the latter vibrations are not dependent on the value of the 
C-O-C deformation constant, the 432 cm frequency may be assigned to class Eg 
and the 486 cm. frequency to class Ag 

The contours of the infra-red bands may be derived from a knowledge of the 
prmcipal moments of inertia of the dioxane molecule Takmg the lengths of the C-C, 
C-0 and C-H bonds as 1-64, 1-46 and 1-09 A respectively and all the bond angles as 
tetrahedral in agreement with the electron diffraction data (Sutton & Brock way 
1937), the principal moments of inertia of the ‘chair’ structure are 

= 172 X 10”*®g cm.*, = 183 x 10’*®g.cm *, Ifj = 314 x 10“***g cm *. 

The molecule thus approximates to a symmetric top. According to Gerhard & 
Dennison (i933)> vibrations involving changes of electric moment parallel to the 
greatest axis of inertia should give bands with P, Q and R branches Using the mean 
value of 4c B>nd for the least moment of inertia, the P-B separation was calculated 
using the doublet formula of these authors and found to be 24 cm at 30° C, The 
contours of the perpendicular bands wore obtained by reference to the curves of 
Gerhard & Dennison (1933) for different values of ^ AjC—l. For dioxane 
/3 = — 0-436, hence the perpendicular bands should also show a, P, Q, R structure, 
the Q branch, however, being less prominent than for the parallel bands and the 
doublet separation being somewhat smaller 

The four bands in the vapour spectrum between 2800 and 3000 cm. observed 
by McKinney et aL (1937), using a prism grating spectrometer, all showed P, Q, B 
structures with prominent Q branches Since these bands may be assigned to C-H 
stretching vibrations, they would be expected to show predominantly parallel type 
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contours. The F~R separations as measured from the curves of the above authors 
varied from 18 to 23cm.~^ at 26-6° C in reasonable agreement with the calculated 
value The three nng vibrations between 750 and 1360 cm in the infra-red spec- 
trum should all give perpendicular type bands. Of the six CHj rocking and twisting 
Vibrations active in this region, four should give perpendicular type bands and the 
other two should give bands with hybrifl parallel-jierpendicular tyjie contours 
Hence in all there should be seven perpendicular type bands and two with hybrid 
contours The only band in this region with a P, y, /i structure has well-defined Q 
and R peaks at 1054 and 1066 cm.'^, the P branch appearing as a weak shoulder at 
1042 cm.~^. The P-R separation agrees with the value calculated for a parallel band, 
hence this frequency cannot be assigned to a ring vibration Tt must be duo to a 
rocking motion 

With this preliminary information a complete assignment of the ring frequencies 
was attempted by evaluating the vibration equations. Initially it was assumed that 
the stretching constant of the C-C bond and the deformation constant of the carbon 
bond angle were the same os for cyclohexane, viz. = 3 7 x lO^ dyties/cm. and 
Cq^c = l'fi4x 10 -*^ dyne cm /radian The C-0 stretching constant was taken as 
4 46 X 10 *^ dynes/cm and the deformation constant for the C-O-C bond angle as 
1 4 X 10'^^ dyne cm./radian, the latter value being chosen to get agreement with the 
assignment of the 485 cm frequency to class The vibration equations were 
then solved by means of the electrical calculating machine described by Malloek 
( 1933 ), the frequencies being given in table 5. 


Table 5 Calculated and observed rinq frequencies for dioxane 




calculated 

observed 




frequency 

frequency 
(cm “^) 

percentage 

class 

activity 

(cm 

difference 

A, 

Raman 

1111 

1111 

0-0 



834 

836 

-0-1 



468 

486 

-1-0-6 



300 

— 

— 

A, 

infra-red 

1141 

1136 

-1-0 4 



927 

889 (or 880) 

+ 43 



206 

— 

— 

Of 

Raman 

1126 

1125 

+ 01 



42B 

432 

-0-7 

B. 

infra-red 

082 

1020 

-37 



742 

740 

+ 03 



233 

« 

— 


The BIX calculated Raman frequencies were all found to lie remarkably close to 
observed Raman lines with the exception of the 390cm frequency in class Ag. 
This frequency agrees well with the corresponding observed frequencies for 
cyclohexane and tetrahydropyran, viz 384 and 306 cm respectively, and is 
presumably the missing Raman frequency below 700 cm permitted by the 
selection rules. 
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The calculated values for the infra-red frequencies, however, did not show such 
good agreement with expenment The calculated frequency at 1141 cm lies close 
to the intense infra-red adsorption band at 1 136 but the predicted frequencies 

at 927 and 982 cm. do not correspond so closely with observed frequencies. If 
the weak infra-red frequency at 1 020 cm. m the spectrum of the liqmd is taken as 
the missing fundamental permitted by the selection rules in the region 760 to 
1350 cm the most plausible assignment is this weak band to class and the 
889 cm (or 880 cm frequency to class The 1064 cm,”^ frequency has been 
eliminated as a possible ring frequency from contour considerations. The dis- 
crepancies between the calculated and observed values for these two frequencies 
are then of the order of 3 to 4 % and are not unduly large in view of the sim- 
plified treatment of the molecule and neglect of the interactions of the hydrogen 
atoms 

The calculated value for the class in-plane bending frequency agrees well 
with the very weak vapour band observed at 740 cm The corresponding frequency 
for cyclohexane was also found to be exceptionally weak in absorption The two 
out-of-plane bending frequencies predicted at 205 and 233 cm lie beyond the 
range of prism spectrometers and have not been exjierimen tally observed, but they 
correspond satisfactorily to a splitting of the doubly degenerate calculated frequency 
at 206 cm for cyclohexane Confirmation of these low frequencies from specific 
heat data has not been possible since the only existing measurements apply to the 
liquid state 

This completes the assignment of the ring frequencies. Of the twelve frequencies 
calculated, using four force constants, seven agree with the experimental frequencies 
to within 1 %, two agree with the observed values to within 3 to 4 %, while the 
romainmg three frequencies have not yet been experimentally observed These 
three frequencies, however, agree satisfactorily with the corresponding assignments 
for cyclohexane In view of the simphfied force field and treatment of the molecule 
it IB doubtful if any further sm all changes in the force constants to attempt to un prove 
the agreement between the observed and calculated frequencies could be regarded 
as significant. The only frequencies below 1200cm ' ^ which have not been assigned 
are the 852 and 1014 cm Raman lines and the 880 and 1087 cm infra-red 
frequencies. These are presumably hydrogenic frequencies (of the cyclohexane 
frequencies at 864 and 1016 cm.~^). 

DlSCOasION OF FORCE CONSTANTS 

It is interesting to note that the values of the stretching constant of the G-C bond 
and deformation constant of the carbon bond angle for dioxane are essentially the 
same as for cyclohezftne. For the latter molecule it was shown that the C-C bond 
was considerably weaker than in ethane (Ramsay & Sutherland 1947), hence this 
weakening also persists in dioxane. It is seen from table 6 that the C-C bonds in 
cyclopropane and ethylene oxide also appear to be weaker than in ethane. 
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Values for the stretching constants of the C -0 bonds in various molecules are 
given in table 6. 

Table 0. Foboe coNSTANTa for dioxane and related molecules 

stretching conatant deformation constant 




( X 10® dynea/cm ) 

( X 10“ dynoa/cro.) 

A. 

author 

molecule 

C-C 

C-O 

o-c-c 

c-o-c 

Kohirausrh (1936) 

dimethyl etlier 

— 

4 63 


0 34 


methyl alcohol 

— 

4 99 


— 

Bonner (1937) 

dimethyl ether 

— 

4 66 

— 

0-46 


methyl alcohol 

— 

600 

— 

— 


ethyl alcohol 

3 80 

4 48 

0-2.S 

— 


ethyleno oxitle 

3 73 

4 43 

— 

— 


cyclopropane 

4-041 

- 

— 

-- 

Stitt (1939) 

ethane 

3-86/ 

4 50 



(0 084) 

tie Hemptinne (1946) 

methyl alcohol 

— 

4 02 

— 

— 

Ramsay A 

cyclohexane 

3-7 

— 

0 44 

— 

Sutherland (1947) 
present 

dioxane 

3 7 

4-46 

0 44 

0 66 


The C -0 stretching constant for dioxane does not differ appreciably from the 
values obtained for the C -0 bonds in dimethyl ether, ethylene oxide and ethyl 
alcohol The C -0 stretching constant for methyl alcohol, however, is somewhat larger 
The value for this constant obtained by de Hemptinne (1946), using a detailed 
potential function, agrees with the earlier values of Kohlrausch (1936) and Bonner 
( ^ 937) obtained by treatmg the molecule as a diatomic system Hence the high value 
of the C-O force constant for methyl alcohol probably implies a real strengthening 
of the C -0 bond Little information is available on the deformation constants of 
oxygen bond angles, but the value for dioxane appears to be considerably larger than 
for dimethyl ether. While the values of the C-C and C -0 stretching constants for 
dioxane are similar to those found for related molecules, any attempt to interpret 
the chemical reactivities of these bonds m terms of their force constants should be 
treated with caution. 

The author is indebted to Dr G. B. B M. Sutherland for valuable advice and 
discussion , to the Director of the University Mathematical Laboratory for permission 
to use the electrical calculating machine, and to Messrs BX Plastics, Ltd , for 
financial assistance. 
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